RULE 132 DECLARATION OF DR. RANDELL L. MILLS 



I, Randell L. Mills, declare and state as follows: 

1. I am the founder and CEO of BlackLight Power, Inc., located at 493 Old Trenton 
Road, Cranbury, New Jersey 08512. 

2. I majored in chemistry and received my bachelor of arts degree, summa cum 
laude and Phi Beta Kappa, from Franklin & Marshall College in 1982. I received a 
medical degree from Harvard Medical School in 1986. While attending Harvard Medical 
School, I concurrently spent a year taking courses in advanced electrical engineering at 
the Massachusetts Institute of Technology. I have also had significant academic 
training in biology, chemistry, mathematics and physics. 

3. I began my research in the field of energy technology over ten years ago. I have 
authored, co-authored or collaborated on numerous publications, reports and 
presentations at scientific meetings in the field of energy technology and novel 
hydrogen chemistry, as shown in the attachment hereto. 

4. I am fully qualified to conduct the research that led to the discovery and 
development of BlackLighfs lower-energy hydrogen technology. 

5. I personally conducted and/or supervised the experimental data disclosed in the 
articles submitted to the U.S. Patent and Trademark Office ("PTO"), which are 
described in the attached list. The coauthors, if any, assisted me in preparing the data. 



Declaration of Dr. Randell L. Mills 
Page 2 



6. I declare further that all statements made herein of my own knowledge are tnje 
and that all statements made on information and belief are believed to be true; and 
further that these statements were made with the knowledge that willful false statements 
and the like so made are punishable by fine or imprisonment, or both, under Section 
1001 of Title 18 of the United States Code and that such willful false statements may 
jeopardize the validity of the application or any patent issuing thereon. 



Bv M^. 

Dr. Randell L. Mills 




Date: 3 October 2007 



Declaration of Dr. Randell L. Mills 
Page 3 

Journal and Book Publications 

116. K. Akhtar, J. Scharer, R. L. Mills, "Substantial Doppler Broadening of Atomic 

Hydrogen Lines in DC and Capactively Coupled RF Plasmas," IEEE Transactions on 

Plasma Science, submitted. 
115. R.L. Mills, H. Zea, J. He, B. Dhandapani, "Water Bath Calorimetry on a Catalytic 

Reaction of Atomic Hydrogen," International Journal of Hydrogen Energy, in press. 
114. R.L. Mills, K. Akhtar, B. Dhandapani, "Tests of Features of Field-Acceleration 

Models for the Extraordinary Selective H Balmer a Broadening in Certain Hydrogen 

Mixed Plasmas," J. Plasma Phys., submitted. 
113. R.L. Mills, "Physical Solutions of the Nature of the Atom, Photon, and Their 

Interactions to Fomri Excited and Predicted Hydrino States," Physics Essay, in press. 
112. R. L. Mills, J. He, Y. Lu, Z, M. Nansteel, Chang, B. Dhandapani, "Comprehensive 

Identification and Potential Applications of New States of Hydrogen," Int. J. 

Hydrogen Energy, Vol. 32, (2007), 2988-3009. 
111. R. L. Mills, J. He, Z, Chang, W. Good, Y. Lu, B. Dhandapani, "Catalysis of Atomic 

Hydrogen to Novel Hydrogen Species H'(1/4) and H2(1/4) as a New Power Source," 

International Journal of Hydrogen Energy, Vol. 32(13), (2007), pp. 2573-2584. 
110. R. L. Mills, J. He, Z, Chang. W. Good, Y. Lu, B. Dhandapani, "Catalysis of Atomic 

Hydrogen to Novel Hydrides as a New Power Source," Prepr. Pap.— Am. Chem. 

Soc. Div. Fuel Chem. 2005, 50(2). 
109. R. L. Mills, M. Nansteel, J. He, B. Dhandapani, "Low-Voltage EUV and Visible Light 

Source Due to Catalysis of Atomic Hydrogen," J. Plasma Physics, submitted. 

108. R. L. Mills, J. He, M. Nansteel, B. Dhandapani, "Catalysis of Atomic Hydrogen to 

New Hydrides as a New Power Source," International Journal of Global Energy 

Issues (IJGEI). Special Edition in Energy Systems, in press. 
107. R. L. Mills, "Maxwell's Equations and QED: Which is Fact and Which is Fiction," 

Physics Essays, in press. 



Declaration of Dr. Randeli L. Mills 
Page 4 

106. R. L. Mills, "Exact Classical Quantum Mechanical Solution for Atomic Helium which 
Predicts Conjugate Parameters from a Unique Solution for the First Time," Physics 
Essays, submitted. 

105. J. Phillips, C. K. Chen, R. L. Mills, "Evidence of Catalytic Production of Hot 
Hydrogen in RF-Generated Hydrogen/Argon Plasmas," International Journal of 
Hydrogen Energy, Vol. 32, (2007), 3010-3025. 

104. R. L. Mills, Y. Lu, M. Nansteel, J. He, A. Voigt, W. Good, B. Dhandapani, 
"Energetic Catalyst-Hydrogen Plasma Reaction as a Potential New Energy Source," 
Division of Fuel Chemistry, Session: Advances in Hydrogen Energy, 228th American 
Chemical Society National Meeting, August 22-26, 2004, Philadelphia, PA. 

103. R. L. Mills, Dhandapani, W. Good, J. He, "New States of Hydrogen Isolated from 
K2CO3 Electrolysis Gases," Chemical Engineering Science, submitted. 

102. R. L. Mills, "Exact Classical Quantum Mechanical Solutions for One- through 
Twenty-Electron Atoms," Phys. Essays, Vol. 18, No. 3 (2005), 321-361. 

101. R. L. Mills, Y. Lu, M. Nansteel, J. He, A. Voigt, B. Dhandapani, "Energetic Catalyst- 
Hydrogen Plasma Reaction as a Potential New Energy Source," Division of Fuel 
Chemistry, Session: Chemistry of Solid, Liquid, and Gaseous Fuels, 227th American 
Chemical Society National Meeting, March 28-April 1, 2004, Anaheim, CA. 

100. R. Mills, B. Dhandapani, J. He, "Highly Stable Amorphous Silicon Hydride from a 
Helium Plasma Reaction," Materials Chemistry and Physics, 94/2-3, (2005), 298- 
307. 

99. R. L. Mills, Y. Lu, B. Dhandapani, "Spectral Identification of 7/2(1/2)," submitted. 
98. R. L. Mills, Y. Lu. J. He, M. Nansteel, P. Ray, X. Chen, A. Voigt, B. Dhandapani, 

"Spectral Identification of New States of Hydrogen," New Journal of Chemistry, 

submitted. 

97. R. Mills, P. Ray, B. Dhandapani, "Evidence of an Energy Transfer Reaction 
Between Atomic Hydrogen and Argon II or Helium II as the Source of Excessively 
Hot H Atoms in RF Plasmas," Journal of Plasma Physics, Vol. 72, Issue 4, (2006), 
469-484. 



Declaration of Dr. Randell L. Mills 
Page 5 

96. J. Phillips, C. K. Chen, R. Mills, "Evidence of the Production of Hot Hydrogen Atoms 
in RF Plasmas by Catalytic Reactions Between Hydrogen and Oxygen Species," J. 
Plasma Phys., submitted. 

95. R. L. Mills, P. Ray, B. Dhandapani, "Excessive Balmer a Line Broadening of Water- 
Vapor Capacitively-Coupled RF Discharge Plasmas," IEEE Transactions on Plasma 
Science, submitted. 

94. R. L. Mills, "The Nature of the Chemical Bond Revisited and an Alternative 
Maxwellian Approach," Physics Essays, Vol. 17, (2004), 342-389. 

93. R. L. Mills, P. Ray, M. Nansteel. J. He, X. Chen, A. Voigt, B. Dhandapani, "Energetic 
Catalyst-Hydrogen Plasma Reaction Fomns a New State of Hydrogen," Doklady 
Chemistry, submitted. 

92. R. L. Mills, P. Ray, M. Nansteel. J. He, X. Chen, A. Voigt, B. Dhandapani, Luca 

Gamberale, "Energetic Catalyst-Hydrogen Plasma Reaction as a Potential New 

Energy Source," Central European Journal of Physics, submitted. 
91. R. Mills, P. Ray, "New H I Laser Medium Based on Novel Energetic Plasma of 

Atomic Hydrogen and Certain Group I Catalysts," J. Plasma Physics, submitted. 

90. R. L. Mills, P. Ray, M. Nansteel, J. He, X. Chen, A. Voigt, B. Dhandapani, 

"Characterization of an Energetic Catalyst-Hydrogen Plasma Reaction as a Potential 

New Energy Source," Am. Chem. Soc. Div. Fuel Chem. Prepr., Vol. 48, No. 2, 

(2003). 

89. R. Mills, P. C. Ray, R. M. Mayo, M. Nansteel, W. Good, P. Jansson, B. Dhandapani, 

J. He, "Hydrogen Plasmas Generated Using Certain Group I Catalysts Show 

Stationary Inverted Lyman Populations and Free-Free and Bound-Free Emission of 

Lower-Energy State Hydride," Fizika A, submitted. 
88. R. Mills, J. Sankar, A. Voigt, J. He, P. Ray, B. Dhandapani, "Role of Atomic 

Hydrogen Density and Energy in Low Power CVD Synthesis of Diamond Films," 

Thin Solid Films, 478, (2005) 77-90. 
87. R. Mills, B. Dhandapani, M. Nansteel, J. He, P. Ray, "Liquid-Nitrogen-Condensable 

Molecular Hydrogen Gas Isolated from a Catalytic Plasma Reaction," J. Phys. 

Chem. B, submitted. 



Declaration of Dr. Randell L. Mills 
Pages 

86. R. L. Mills, P. Ray, J. He. B. Dhandapani, M. Nansteel, "Novel Spectral Series from 
Helium-Hydrogen Evenson Microwave Cavity Plasmas that Matched Fractional- 
Principal-Quantum-Energy-Level Atomic and Molecular Hydrogen," European 
Journal of Physics, submitted. 

85. R. L. Mills, P. Ray, R. M. Mayo, "Highly Pumped Inverted Balmer and Lyman 
Populations," New Journal of Physics, submitted. 

84. R. L. Mills, P. Ray, J. Dong, M. Nansteel, R. M. Mayo, B. Dhandapani, X. Chen, 
"Comparison of Balmer a Line Broadening and Power Balances of Helium- 
Hydrogen Plasma Sources," Braz. J. Phys., submitted. 

83. R. Mills, P. Ray, M. Nansteel, R. M. Mayo, "Comparison of Water-Plasma Sources 
of Stationary Inverted Balmer and Lyman Populations for a CW HI Laser," J. Appl. 
Spectroscopy, in preparation. 

82. R. Mills, J. Sankar, A. Voigt, J. He, P. Ray, B. Dhandapani, "Synthesis and 
Characterization of Diamond Films from MPCVD of an Energetic Argon-Hydrogen 
Plasma and Methane," J. of Materials Research, submitted. 

81. R. Mills, P. Ray, B. Dhandapani, W. Good, P. Jansson, M. Nansteel, J. He, A. Voigt, 
"Spectroscopic and NMR Identification of Novel Hydride Ions in Fractional Quantum 
Energy States Formed by an Exothennic Reaction of Atomic Hydrogen with Certain 
Catalysts," European Physical Journal: Applied Physics, 28, (2004), 83-104. 

80. R. L. Mills, "The Fallacy of Feynman's Argument on the Stability of the Hydrogen 
Atom According to Quantum Mechanics," Ann. Fund. Louis de Broglie, Vol. 30, No. 
2, (2005), pp. 129-151. 

79. R. Mills, J. He, B. Dhandapani, P. Ray, "Comparison of Catalysts and Microwave 
Plasma Sources of Vibrational Spectral Emission of Fractional-Rydberg-State 
Hydrogen Molecular Ion," Canadian Journal of Physics, submitted. 

78. R. L. Mills, P. Ray, X. Chen, B. Dhandapani, "Vibrational Spectral Emission of 
Fractional-Principal-Quantum-Energy-Level Molecular Hydrogen," J. of the Physical 
Society of Japan, submitted. 

77. J. Phillips, R. L. Mills, X. Chen, "Water Bath Calorimetric Study of Excess Heat in 
'Resonance Transfer' Plasmas," J. Appl. Phys., Vol. 96, No. 6, (2004) 3095-3102. 



Declaration of Dr. Randell L. Mills 
Page 7 

76. R. L. Mills, P. Ray, B. Dhandapani, X. Chen, "Comparison of Catalysts and 
Microwave Plasma Sources of Spectral Emission of Fractional-Principal-Quantum- 
Energy-Level Atomic and Molecular Hydrogen," Journal of Applied Spectroscopy, 
submitted. 

75. R. L. Mills, B. Dhandapani, M. Nansteel, J. He, P. Ray, "Novel Liquid-Nitrogen- 
Condensable Molecular Hydrogen Gas," Acta Physica Polonica A, submitted. 

74. R. L. Mills, P. C. Ray, R. M. Mayo, M. Nansteel, B. Dhandapani, J. Phillips, 
"Spectroscopic Study of Unique Line Broadening and Inversion in Low Pressure 
Microwave Generated Water Plasmas," J. Plasma Physics, Vol. 71, Part 6, (2005), 
877-888. 

73. R. L. Mills, P. Ray, B. Dhandapani, J. He, "Energetic Helium-Hydrogen Plasma 

Reaction," AIAA Journal, submitted. 
72. R. L. Mills, M. Nansteel, P. C. Ray, "Bright Hydrogen-Light and Power Source due to 

a Resonant Energy Transfer with Strontium and Argon Ions," Vacuum, submitted. 
71. R. L. Mills, P. Ray, B. Dhandapani, J. Dong, X. Chen, "Power Source Based on 

Helium-Plasma Catalysis of Atomic Hydrogen to Fractional Rydberg States," 

Contributions to Plasma Physics, submitted. 
70. R. Mills, J. He, A. Echezuria, B Dhandapani, P. Ray, "Comparison of Catalysts and 

Plasma Sources of Vibrational Spectral Emission of Fractional-Rydberg-State 

Hydrogen Molecular Ion," The European Physical Journal Applied Physics, 

submitted. 

69. R. L. Mills, J. Sankar, A. Voigt, J. He, B. Dhandapani, "Spectroscopic 
Characterization of the Atomic Hydrogen Energies and Densities and Carbon 
Species During Helium-Hydrogen-Methane Plasma CVD Synthesis of Diamond 
Films," Chemistry of Materials, Vol. 15. (2003), pp. 1313-1321. 

68. R. Mills, P. Ray, R. M. Mayo, "Stationary Inverted Balmer and Lyman Populations 
for a CW HI Water-Plasma Laser," IEEE Transactions on Plasma Science, 
submitted. 

67. R. L. Mills, P. Ray, "Extreme Ultraviolet Spectroscopy of Helium-Hydrogen Plasma," 
J. Phys. D, Applied Physics, Vol. 36, (2003), pp. 1535-1542. 



Declaration of Dr. Randeil L. Mills 
Page 8 

66. R. L. Mills, P. Ray, "Spectroscopic Evidence for a Water-Plasma Laser," 

Europhysics Letters, submitted. 
65. R. Mills, P. Ray, "Spectroscopic Evidence for Highly Pumped Balmer and Lyman 

Populations in a Water-Plasma," J. of Applied Physics, submitted. 
64. R. L. Mills, J. Sankar, A. Voigt, J. He, B. Dhandapani, "Low Power MPCVD of 

Diamond Films on Silicon Substrates," Journal of Vacuum Science & Technology A, 

submitted. 

63. R. L. Mills, X. Chen, P. Ray, J. He, B. Dhandapani, "Plasma Power Source Based 

on a Catalytic Reaction of Atomic Hydrogen Measured by Water Bath Calorimetry," 

Thermochimica Acta, Vol. 406, (2003), pp. 35-53. 
62. R. L. Mills, A. Voigt, B. Dhandapani, J. He, "Synthesis and Spectroscopic 

Identification of Lithium Chloro Hydride," Inorganica Chimica Acta, submitted. 
61. R. L. Mills, B. Dhandapani, J. He, "Highly Stable Amorphous Silicon Hydride," Solar 

Energy Materials & Solar Cells, Vol. 80, (2003), pp. 1-20. 
60. R. L. Mills, J. Sankar, P. Ray, A. Voigt, J. He, B. Dhandapani, "Synthesis of HDLC 

Films from Solid Carbon," Journal of Material Science, Vol. 39, (2004), pp. 3309- 

3318. 

59. R. Mills, P. Ray, R. M. Mayo, "The Potential for a Hydrogen Water-Plasma Laser," 
Applied Physics Letters, Vol. 82, No. 11, (2003), pp. 1679-1681. 

58. R. L. Mills, "Classical Quantum Mechanics," Physics Essays, Vol. 16, (2003), pp. 
433-498. 

57. R. L. Mills, P. Ray, "Spectroscopic Characterization of Stationary Inverted Lyman 
Populations and Free-Free and Bound-Free Emission of Lower-Energy State 
Hydride Ion Formed by a Catalytic Reaction of Atomic Hydrogen and Certain Group I 
Catalysts," Journal of Quantitative Spectroscopy and Radiative Transfer, No. 39, 
sciencedirect.com, April 17, (2003). 

56. R. M. Mayo, R. Mills, "Direct Plasmadynamic Conversion of Plasma Thermal Power 
to Electricity for Microdistributed Power Applications," 40th Annual Power Sources 
Conference, Cherry Hill, NJ, June 10-13, (2002), pp. 1-4. 



Declaration of Dr. Randell L. Mills 
Page 9 

55. R. Mills, P. Ray, R. M. Mayo, "Chemically-Generated Stationary Inverted Lynnan 

Population for a CW HI Laser," European J of Phys. D, submitted. 
54. R. L. Mills, P. Ray, "Stationary Inverted Lyman Population Formed from 

Incandescently Heated Hydrogen Gas with Certain Catalysts," J. Phys. D, Applied 

Physics, Vol. 36, (2003), pp. 1504-1509. 
53. R. Mills, "A Maxwellian Approach to Quantum Mechanics Explains the Nature of 

Free Electrons in Superfluid Helium," Braz. J. Phys., submitted. 
52. R. Mills, M. Nansteel, P. Ray. "Bright Hydrogen-Light Source due to a Resonant 

Energy Transfer with Strontium and Argon Ions," New Journal of Physics, Vol. 4, 

(2002). pp. 70.1-70.28. 
51. R, Mills, P. Ray, R. M. Mayo, "CW HI Laser Based on a Stationary Inverted Lyman 

Population Fomied from Incandescently Heated Hydrogen Gas with Certain Group I 

Catalysts," IEEE Transactions on Plasma Science. Vol. 31. No. 2. (2003), pp. 236- 

247. 

50. R. L. Mills, P. Ray. J. Dong, M. Nansteel, B. Dhandapani, J. He, "Spectral Emission 

of Fractional-Principal-Quantum-Energy-Level Atomic and Molecular Hydrogen." 

Vibrational Spectroscopy, Vol. 31. No. 2. (2003), pp. 195-213. 
49. R. L. Mills, P. Ray, B. Dhandapani. J. He, "Comparison of Excessive Balmer a Line 

Broadening of Inductively and Capacitively Coupled RF, Microwave, and Glow 

Discharge Hydrogen Plasmas with Certain Catalysts," IEEE Transactions on Plasma 

Science, Vol. 31, No. 3, (2003), pp. 338-355. 
48. R. M. Mayo. R. Mills. M. Nansteel. "Direct Plasmadynamic Conversion of Plasma 

Thermal Power to Electricity." IEEE Transactions on Plasma Science, October. 

(2002). Vol. 30. No. 5, pp. 2066-2073. 
47. H. Conrads, R. Mills, Th. Wrubel, "Emission in the Deep Vacuum Ultraviolet from a 

Plasma Formed by Incandescently Heating Hydrogen Gas with Trace Amounts of 

Potassium Carbonate." Plasma Sources Science and Technology. Vol. 12, (2003), 

pp. 389-395. 



Declaration of Dr. Randell L. Mills 
Page 10 

46. R. L. Mills, P. Ray, "Stationary Inverted Lyman Population and a Very Stable Novel 
Hydride Formed by a Catalytic Reaction of Atomic Hydrogen and Certain Catalysts," 
J. Opt. Mat., 27, (2004), 181-186. 

45. R. L. Mills, J. He, P. Ray, B. Dhandapani, X. Chen, "Synthesis and Characterization 
of a Highly Stable Amorphous Silicon Hydride as the Product of a Catalytic Helium- 
Hydrogen Plasma Reaction," Int. J. Hydrogen Energy, Vol. 28, No. 12, (2003), pp. 
1401-1424. 

44. R. L. Mills, A. Voigt, B. Dhandapani, J. He, "Synthesis and Characterization of 

Lithium Chloro Hydride," Int. J. Hydrogen Energy, submitted. 
43. R. L. Mills, P. Ray, "Substantial Changes in the Characteristics of a Microwave 

Plasma Due to Combining Argon and Hydrogen," New Journal of Physics, 

www.njp.org. Vol. 4, (2002), pp. 22.1-22.17. 
42. R. L. Mills, P. Ray, "A Comprehensive Study of Spectra of the Bound-Free 

Hyperfine Levels of Novel Hydride Ion H~{l/2), Hydrogen, Nitrogen, and Air," Int. J. 

Hydrogen Energy, Vol. 28, No. 8, (2003), pp. 825-871. 
41. R. L. Mills, E. Dayalan, "Novel Alkali and Alkaline Earth Hydrides for High Voltage 

and High Energy Density Batteries," Proceedings of the 17^^ Annual Battery 

Conference on Applications and Advances, California State University, Long Beach, 

CA, (January 15-18, 2002), pp. 1-6. 
40. R. M. Mayo, R. Mills, M. Nansteel, "On the Potential of Direct and MHD Conversion 

of Power from a Novel Plasma Source to Electricity for Microdistributed Power 

Applications," IEEE Transactions on Plasma Science, August, (2002), Vol. 30, No. 4, 

pp. 1568-1578. 

39. R. Mills, P. C. Ray, R. M. Mayo, M. Nansteel, W. Good, P. Jansson, B. Dhandapani, 
J. He, "Stationary Inverted Lyman Populations and Free-Free and Bound-Free 
Emission of Lower-Energy State Hydride Ion Formed by an Exothermic Catalytic 
Reaction of Atomic Hydrogen and Certain Group I Catalysts," J. Phys. Chem. A, 
submitted. 



Declaration of Dr. Randell L. Mills 
Page 1 1 

38. R. m\s, E. Dayalan, P. Ray, B. Dhandapani, J. He, "Highly Stable Novel Inorganic 
Hydrides from Aqueous Electrolysis and Plasma Electrolysis," Electrochimica Acta, 
Vol. 47, No. 24, (2002). pp. 3909-3926. 

37. R. L. Mills, P. Ray, B. Dhandapani, R. M. Mayo, J. He, "Comparison of Excessive 
Balmer a Line Broadening of Glow Discharge and Microwave Hydrogen Plasmas 
with Certain Catalysts," J. of Applied Physics, Vol. 92, No. 12, (2002), pp. 7008- 
7022. 

36. R. L. Mills, P. Ray, B. Dhandapani, J. He, "Emission Spectroscopic Identification of 
Fractional Rydberg States of Atomic Hydrogen Fonned by a Catalytic Helium- 
Hydrogen Plasma Reaction," Vacuum, submitted. 

35. R. L. Mills, P. Ray, B. Dhandapani, M. Nansteel, X. Chen, J. He, "New Power 
Source from Fractional Rydberg States of Atomic Hydrogen," Current Applied 
Physics, submitted. 

34. R. L. Mills, P. Ray, B. Dhandapani, M. Nansteel, X. Chen, J. He, "Spectroscopic 
Identification of Transitions of Fractional Rydberg States of Atomic Hydrogen," J. of 
Quantitative Spectroscopy and Radiative Transfer, in press. 

33. R. L. Mills, P. Ray, B. Dhandapani, M. Nansteel, X. Chen, J. He, "New Power 
Source from Fractional Quantum Energy Levels of Atomic Hydrogen that Surpasses 
Internal Combustion," J Mol. Struct., Vol. 643, No. 1-3, (2002), pp. 43-54. 

32. R. L. Mills, P. Ray, "Spectroscopic Identification of a Novel Catalytic Reaction of 
Rubidium Ion with Atomic Hydrogen and the Hydride Ion Product," Int. J. Hydrogen 
Energy, Vol. 27, No. 9, (2002), pp. 927-935. 

31. R. Mills, J. Dong, W. Good, P. Ray, J. He, B. Dhandapani, "Measurement of Energy 
Balances of Noble Gas-Hydrogen Discharge Plasmas Using Calvet Calorimetry," Int. 
J. Hydrogen Energy, Vol. 27, No. 9, (2002), pp. 967-978. 

30. R. L. Mills, A. Voigt, P. Ray, M. Nansteel, B. Dhandapani, "Measurement of 
Hydrogen Balmer Line Broadening and Thermal Power Balances of Noble Gas- 
Hydrogen Discharge Plasmas," Int. J. Hydrogen Energy, Vol. 27, No. 6, (2002), pp. 
671-685. 



Declaration of Dr. Randell L. Mills 
Page 12 

29. R. Mills, P. Ray, "Vibrational Spectral Emission of Fractional-Principal-Quantum- 
Energy-Level Hydrogen Molecular Ion," Int. J. Hydrogen Energy, Vol. 27, No. 5, 
(2002), pp. 533-564. 

28. R. Mills, P. Ray, "Spectral Emission of Fractional Quantum Energy Levels of Atomic 

Hydrogen from a Helium-Hydrogen Plasma and the Implications for Dark Matter," 

Int. J. Hydrogen Energy. (2002), Vol. 27, No. 3, pp. 301-322. 
27. R. Mills, P. Ray, "Spectroscopic Identification of a Novel Catalytic Reaction of 

Potassium and Atomic Hydrogen and the Hydride Ion Product," Int. J. Hydrogen 

Energy, Vol. 27, No. 2, (2002), pp. 183-192. 
26. R. Mills, "BlackLight Power Technology-A New Clean Hydrogen Energy Source with 

the Potential for Direct Conversion to Electricity," Proceedings of the National 

Hydrogen Association, 12 th Annual U.S. Hydrogen Meeting and Exposition, 

Hydrogen: The Common Thread, The Washington Hilton and Towers, Washington 

DC, (March 6-8, 2001), pp. 671-697. 
25. R. Mills, W. Good, A. Voigt, Jinquan Dong, "Minimum Heat of Formation of 

Potassium lodo Hydride," Int. J. Hydrogen Energy, Vol. 26, No. 11, (2001), pp. 1199- 

1208. 

24. R. Mills, "Spectroscopic Identification of a Novel Catalytic Reaction of Atomic 
Hydrogen and the Hydride Ion Product," Int. J. Hydrogen Energy, Vol. 26, No. 10, 
(2001). pp. 1041-1058. 

23. R. Mills, N. Greenig, S. Hicks, "Optically Measured Power Balances of Glow 
Discharges of Mixtures of Argon, Hydrogen, and Potassium, Rubidium, Cesium, or 
Strontium Vapor." Int. J. Hydrogen Energy, Vol. 27, No. 6, (2002), pp. 651-670. 

22. R. Mills, "The Grand Unified Theory of Classical Quantum Mechanics." Global 
Foundation. Inc. Orbis Scientiae entitled The Role of Attractive and Repulsive 
Gravitational Forces in Cosmic Acceleration of Particles The Origin of the Cosmic 
Gamma Ray Bursts, (29th Conference on High Energy Physics and Cosmology 
Since 1964) Dr. Behram N. Kursunoglu, Chairman, December 14-17, 2000, Lago 
Mar Resort. Fort Lauderdale, FL, Kluwer Academic/Plenum Publishers, New York, 
pp. 243-258. 



Declaration of Dr. Randeil L. Mills 
Page 13 

21. R. Mills, "The Grand Unified Theory of Classical Quantum Mechanics," Int. J. 

Hydrogen Energy, Vol. 27, No. 5, (2002), pp. 565-590. 
20. R. Mills and M. Nansteel, P. Ray, "Argon-Hydrogen-Strontium Discharge Light 

Source," IEEE Transactions on Plasma Science, Vol. 30, No. 2, (2002), pp. 639-653. 
19. R. Mills, B. Dhandapani, M. Nansteel, J. He, A. Voigt, "Identification of Compounds 

Containing Novel Hydride Ions by Nuclear Magnetic Resonance Spectroscopy," Int. 

J. Hydrogen Energy, Vol. 26, No. 9, (2001), pp. 965-979. 
18. R. Mills, "BlackLight Power Technology-A New Clean Energy Source with the 

Potential for Direct Conversion to Electricity," Global Foundation International 

Conference on "Global Wanning and Energy Policy," Dr. Behram N. Kursunoglu, 

Chairman, Fort Lauderdale, FL, November 26-28, 2000, Kluwer Academic/Plenum 

Publishers, New York, pp. 187-202. 
17. R. Mills, "The Nature of Free Electrons in Superfluid Helium~a Test of Quantum 

Mechanics and a Basis to Review its Foundations and Make a Comparison to 

Classical Theory," Int. J. Hydrogen Energy, Vol. 26, No. 10, (2001), pp. 1059-1096. 
16. R. Mills, M. Nansteel, and P. Ray, "Excessively Bright Hydrogen-Strontium Plasma 

Light Source Due to Energy Resonance of Strontium with Hydrogen," J. of Plasma 

Physics, Vol. 69, (2003), pp. 131-158. 
15. R. Mills, J. Dong, Y. Lu, "Observation of Extreme Ultraviolet Hydrogen Emission 

from Incandescently Heated Hydrogen Gas with Certain Catalysts," Int. J. Hydrogen 

Energy, Vol. 25, (2000), pp. 919-943. 
14. R. Mills, "Observation of Extreme Ultraviolet Emission from Hydrogen-KI Plasmas 

Produced by a Hollow Cathode Discharge," Int. J. Hydrogen Energy, Vol. 26, No. 6, 

(2001), pp. 579-592. 

13. R. Mills, "Temporal Behavior of Light-Emission in the Visible Spectral Range from a 
Ti-K2C03-H-Cell," Int. J. Hydrogen Energy, Vol. 26, No. 4, (2001), pp. 327-332. 

12. R. Mills, T. Onuma, and Y. Lu, "Formation of a Hydrogen Plasma from an 
Incandescently Heated Hydrogen-Catalyst Gas Mixture with an Anomalous 
Afterglow Duration," Int. J. Hydrogen Energy, Vol. 26, No. 7, July, (2001), pp. 749- 
762. 



Declaration of Dr. Randell L. Mills 
Page 14 

11. R. Mills, M. Nansteel, and Y. Lu, "Observation of Extreme Ultraviolet Hydrogen 
Emission from Incandescently Heated Hydrogen Gas with Strontium that Produced 
an Anomalous Optically Measured Power Balance," Int. J. Hydrogen Energy, Vol. 
26, No. 4, (2001), pp. 309-326. 

10. R. Mills, B. Dhandapani, N. Greenig, J. He, "Synthesis and Characterization of 
Potassium lodo Hydride," Int. J. of Hydrogen Energy, Vol. 25, Issue 12, December, 
(2000), pp. 1185-1203. 

9. R. Mills, "Novel Inorganic Hydride," Int. J. of Hydrogen Energy, Vol. 25, (2000), pp. 
669-683. 

8. R. Mills, B. Dhandapani, M. Nansteel, J. He, T. Shannon, A. Echezuria, "Synthesis 

and Characterization of Novel Hydride Compounds," Int. J. of Hydrogen Energy, Vol. 

26, No. 4, (2001), pp. 339-367. 

7. R. Mills, "Highly Stable Novel Inorganic Hydrides," Journal of New Materials for 

Electrochemical Systems, Vol. 6, (2003), pp. 45-54. 
6. R. Mills, "Novel Hydrogen Compounds from a Potassium Carbonate Electrolytic Cell," 

Fusion Technology, Vol. 37, No. 2, March, (2000), pp. 157-182. 
5. R. Mills, "The Hydrogen Atom Revisited," Int. J. of Hydrogen Energy, Vol. 25, Issue 

12. December. (2000), pp. 1171-1183. 
4. Mills, R., Good. W., "Fractional Quantum Energy Levels of Hydrogen," Fusion 

Technology, Vol. 28, No. 4, November, (1995), pp. 1697-1719. 
3. Mills, R., Good, W., Shaubach, R., "Dihydrino Molecule Identification," Fusion 

Technology, Vol. 25, 103 (1994). 
2. R. Mills and S. Kneizys, Fusion Technol. Vol. 20, 65 (1991). 

1. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, April 2007 
Edition posted at www.blacklightpower.com 

Book Publications 



Declaration of Dr. Randell L. Mills 
Page 15 

10. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, December 

2006 Edition, BlackLight Power, Inc., Cranbury, New Jersey, Available at 

www.blacklightpower.com. 
9. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, June 2006 

Edition, BlackLight Power, Inc., Cranbury, New Jersey 
8. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics. May 2005 

Edition, BlackLight Power, Inc., Cranbury, New Jersey. 
7. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, September 

2001 Edition, BlackLight Power, Inc., Cranbury, New Jersey, Distributed by 

Amazon.com. 

6. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, January 2000 

Edition, BlackLight Power, Inc., Cranbury, New Jersey 
5. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, January 

1999 Edition. 

4. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, September 
1996 Edition. 

3. R. Mills, The Grand Unified Theory of Classical Quantum Mechanics, (1 995), 
Technomic Publishing Company, Lancaster, PA provided by HydroCatalysis Power 
Corporation, Great Valley Corporate Center, 41 Great Valley Parkway, Malvern, PA 
19355. 

2. R. Mills, The Unification ofSpacetime, the Forces, Matter, and Energy, 

Technomic Publishing Company, Lancaster, PA, (1992). 
1. R. Mills, J. Farrell, The Grand Unified Theory, Science Press, Ephrata, PA, 

(1990). 

Correspondence 

5. R. Mills, "One Dimension Gravity Well— A Flawed Interpretation," response to V. V. 

Nesvizhevsky , Scientific American, submitted. 



Declaration of Dr. Randell L. Mills 
Page 16 

4. R. Mills, Response to W. Seifritz, Int J of Hydrogen Energy. Vol. 28. No. 3, (2003). 
pp. 359-360. 

3. R. Mills, Response to T. Ohta, Int J of Hydrogen Energy, Vol. 26, No. 1 1 , (2001), pp. 
1225. 

2. R. Mills, Response to I Shechtman, Int J of Hydrogen Energy, Vol. 26, No. 1 1 , (2001), 
pp. 1229-1231. 

1. R. Mills. Response to A, K. Vijh, Int J of Hydrogen Energy. Vol. 26, No. 11. (2001). 
pp. 1233. 

Test Reports 

Numerous test reports are available from BlackLight Power, including: 
Haldeman, C. W., Savoye, G. W., Iseler, G. W., Clark, H. R., 

MIT Lincoln Laboratories Excess Energy Cell Final report ACC Project 174 (3), April 

25, 1995; Peterson, S., H., Evaluation of Heat Production from Light Water 

Electrolysis Cells of HydroCatalysis Power Corporation, Report from Westinghouse 

STC. 1310 Beulah Road, Pittsburgh, PA, February 25, 1994; Craw-lvanco, M. T.; 

Tremblay, R. P.; Boniface, H. A.; Hilborn, J. W.; "Calorimetry for a Ni/K2C03 Cell," 

Atomic Energy Canada Limited, Chemical Engineering Branch, Chalk River 
Laboratories, Chalk River, Ontario, June 1994; Nesterov, S. B., Kryukov, A. P., 
Moscow Power Engineering Institute Affidavit, February, 26,1993; Jacox, M. G., 
Watts, G. R., "The Search for Excess Heat in the Mills Electrolytic Cell," Idaho 
National Engineering Laboratory, EG&G Idaho, Inc., Idaho Falls, Idaho. 83415. 
January 7, 1993; Gernert, N., Shaubach, R. M., Mills, R., Good, W., "Nascent 
Hydrogen: An Energy Source." Final Report prepared by Themiacore, Inc.. for the 
Aero Propulsion and Power Directorate, Wright Laboratory, Air Force Material 
Command (ASC), Wright-Patterson Air Force Base. Contract Number F33615-93-C- 
2326. May, (1994); Phillips, J.. Smith. J., Kurtz, S., "Report On Calorimetric 
Investigations Of Gas-Phase Catalyzed Hydrino Formation" Final report for Period 
October-December 1996," January 1, 1997, A Confidential Report submitted to 
BlackLight Power, Inc. provided by BlackLight Power, Inc., Great Valley Corporate 



Declaration of Dr. Randell L. Mills 
Page 17 

Center, 41 Great Valley Parkway, Malvern, PA 19355; B. N. Popov, "Electrochemical 
Characterization of BlackLight Power, Inc. MH as Electrodes for Li-ion Batteries, 
Dept. of Chemical Engineering, University of South Carolina, February 6, 2000; 
Scores of Independent Tests of BlackLight Power's Novel Hydride Compounds from 
over 20 Independent Testing Laboratories.) 

Prior Conference Presentations 

58. R. L Mills, J. He, Z, Chang, W. Good, Y. Lu, B. Dhandapani, "Catalysis of Atomic 
Hydrogen to Novel Hydrides as a New Power Source," Division of Fuel Chemistry, 
Session: Chemistry of Fuels and Emerging Fuel Technologies, 230th American 
Chemical Society National Meeting, August 28-September 1, 2005, Washington, 
DC. 

57. B. Dhandapani, J. He, Z, Chang, H. Zea, K. Akhtar, Y. Lu, C. Jiang, R. L. Mills, 
"Catalysis of Atomic Hydrogen to Form Highly Stable Novel Hydrides," Division of 
Inorganic Chemistry, Session: Materials-Synthesis and Characterization, 230th 
American Chemical Society National Meeting, August 28-September 1 , 2005, 
Washington, DC. 

56. R. L. Mills, "The Grand Unified Theory of Classical Quantum Mechanics Workshop," at 
the Politecnico di Milano Technical University, Milan, Italy. Sponsored by the Politecnico 
Foundation, March 3, 2005. 

55. R. L. Mills, "The Hydrino: Lower-level States of the Hydrogen Atom which Have 
Remarkable Consequences." Invited Evening Lecture at the 17the Symposium of Plasma 
Physics and Radiation Technology, sponsored by the Netherlands' Physical Society 
Section Plasma and Gas Discharge Physics and Research School Center for Plasma 
Physics and Radiation Technology, Lunteren, Netherlands, March 1-2, 2005. 

54. R. L. Mills, "The Grand Unified Theory of Classical Quantum Mechanics Workshop," at 
the University of Eindhoven, Netherlands, February 28, 2005. 



Declaration of Dr. Randell L. Mills 
Page 18 



53. R. L Mills, Y. Lu, M. Nansteel, J. He, A. Voigt, B. Dhandapani, "Energetic Catalyst- 
Hydrogen Plasma Reaction as a Potential New Energy Source," Division of Fuel 
Chemistry, Session: Advances in Hydrogen Energy, 228th American Chemical Society 
National Meeting, August 22-26, 2004, Philadelphia, PA. 

52. R. L Mills, BlackLight Power— Technical Presentation, Volta Institute, June 25, 2004, 
Como, Italy. 

51. R. L. Mills, Y. Lu, M. Nansteel, J. He, A. Voigt, B. Dhandapani, "Energetic Catalyst- 
Hydrogen Plasma Reaction as a Potential New Energy Source," Division of Fuel 
Chemistry, Session: Chemistry of Solid, Liquid, and Gaseous Fuels, 227th American 
Chemical Society National Meeting, March 28-April 1 , 2004, Anaheim, CA. 

50. R. L Mills, P. Ray, M. Nansteel, J. He, X. Chen, A. Voigt, B. Dhandapani, "Energetic 
Catalyst-Hydrogen Plasma Reaction as a Potential New Energy Source," (Division of 
Industrial and Engineering Chemistry Symposium), September 9, 2003, 226**^ American 
Chemical Society National Meeting, (Sept. 7-1 1 , 2003), New York, NY. 

49. B. Dhandapani, R. Mills, "Novel Liquid-Nitrogen-Condensable Molecular Hydrogen Gas" 
(Physical Chemistry Session) , Wednesday, June 11, 2003, 36**^ Middle Atlantic Regional 
Meeting of American Chemical Society, (June 8-11, 2003), Princeton University, 
Princeton, NJ. 

48. P. Ray, R. Mills, "Extreme Ultraviolet Spectroscopy of Helium-Hydrogen Plasma" 
(Physical Chemistry Session) , Wednesday, June 11, 2003, 36^^ Middle Atlantic Regional 
Meeting of American Chemical Society, (June 8-11, 2003), Princeton University, 
Princeton, NJ. 

47. R. Mills, "Novel Catalytic Reaction Of Hydrogen as a Potential New Energy Source" 
(Catalysis Session), Tuesday, June 10, 2003, 36*^ Middle Atlantic Regional Meeting of 
American Chemical Society, (June 8-11, 2003), Princeton University, Princeton, NJ. 

46. J. He, R. Mills, "TOF-SIMS and XPS Studies of Highly Stable Silicon Hydride Films" 
(Inorganic/Solid State Session), Monday, June 9, 2003, 36^^ Middle Atlantic Regional 
Meeting of American Chemical Society, (June 8-11, 2003), Princeton University, 
Princeton, NJ. 

45. B. Dhandapani, R. Mills, "Low Power MPCVD Synthesis and Characterization of 
Diamond Films on Silicon Substrates" (Inorganic/Solid State Session) , Monday, June 9, 
2003, 36**^ Middle Atlantic Regional Meeting of American Chemical Society, (June 8-11, 
2003), Princeton University, Princeton, NJ. 



Declaration of Dr. Randell L. Mills 
Page 19 

44. X. Chen, R. Mills, "Calorimetric Study of Heat Generation by Catalytic Reaction of Atomic 
Hydrogen in Resonant Transfer Plasmas" (Fuel Cells Session) , Monday, June 9, 2003, 

th 

36 Middle Atlantic Regional Meeting of American Chemical Society, (June 8-1 1 , 2003), 

Princeton University, Princeton, NJ. 
43. R. L. Mills, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy Source," 

Division of Industrial and Engineering Chemistry, "Green Chemistry in the Design of 

Alternative Energy Strategies," symposium, Oral Presentation, 225**^ ACS National 

Meeting. (March 23-27, 2003). New Orleans, LA. 
42. R. L. Mills. "Novel Catalytic Reaction of Hydrogen as a Potential New Energy Source," 

Monday, November 25, Room 216, Protocol Center, TA-3, Los Alamos National 

Laboratory. 

41. R. L. Mills, "Classical Quantum Mechanics," Monday, November 25, Room 216, Protocol 

Center, TA-3, Los Alamos National Laboratory. 
40. R. L. Mills, Seminar: "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 

Source," US Environmental Protection Agency, National Risk Management Research 

Laboratory, Sustainable Technologies Division, Cincinnati, OH, October 24, 2002. 
39. R. L. Mills, J. Dong, J. He, B. Dhandapani, A. Voigt, M. Nansteel, J. Sankar, R. M. Mayo, 

P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy Source," 

rrl 

Division of Inorganic Chemistry, Oral Presentation, 224 ACS National Meeting, (August 
18-22, 2002), Boston, MA (Aug. 22, 4:10-4:30 PM). 

38. R. L. Mills, J. Dong, J. He, B. Dhandapani, A. Voigt, M. Nansteel, J. Sankar, R. M. Mayo, 
P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy Source," 
Division of Colloidal and Surface Chemistry, Oral Presentation, 224*^*^ ACS National 
Meeting, (August 18-22, 2002), Boston, MA (Aug. 22, 8:30-8:50 AM). 

37. P. Ray, R. Mills, "Spectroscopic Characterization of Stationary Inverted Balmer and 
Lyman Populations Formed by a Catalytic Reaction of Atomic Hydrogen with Oxygen and 
with Certain Group I Catalysts," Eighteenth International Conference on Atomic Physics, 
July 28-August 2, 2002. Cambridge, Massachusetts. 

36. R. M. Mayo, R. L. Mills, M. Nansteel, "Direct Plasmadynamic Conversion of Plasma 
Thermal Power from a Novel Plasma Source to Electricity for Microdistributed Power 
Applications," 40^" Power Sources Conference, (June 6-13, 2002), Cherry Hill, NJ. 

35. R. L. Mills, J. Dong, J. He, B. Dhandapani, W. Good, A. Voigt, S. Hicks, M. Nansteel, E. 
Dayalan, P. Ray, "Spectroscopic Identification of a Novel Catalytic Reaction of Hydrogen," 



Declaration of Dr. Randell L. Mills 
Page 20 



Division of Inorganic Chemistry, Oral Presentation, 223 ACS National Meeting, (April 7- 
11.2002). Orlando. FL 

34. R. L. Mills, J. Dong, J. He. B. Dhandapani, W. Good, A. Voigt, S. Hicks, M. Nansteel, E. 
Dayalan, P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 
Source," Division of Inorganic Chemistry, Oral Presentation, 223*^^ ACS National Meeting, 
(April 7-1 1 . 2002). Orlando, FL. 

33. R. L. Mills. J. Dong. J. He, B. Dhandapani, W. Good. A. Voigt, S. Hicks, M. Nansteel, E. 
Dayalan, P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 
Source," Division of Industrial and Engineering Chemistry, Oral Presentation, 223*^^ ACS 
National Meeting, (April 7-11, 2002), Orlando. FL. 

32. R. L. Mills. J. Dong. J. He. B. Dhandapani, W. Good, A. Voigt. S. Hicks, M. Nansteel, E. 
Dayalan, P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 
Source," Catalysis and Surface Science Secretariat, Oral Presentation, 223*^^ ACS 
National Meeting, (April 7-11, 2002), Orlando, FL. 

31. R. L. Mills, J. Dong, J. He, B. Dhandapani, W. Good, A. Voigt, S. Hicks, M. Nansteel, E. 
Dayalan, P. Ray, "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 
Source," Division of Physical Chemistry, Poster Presentation, 223"^^ ACS National 
Meeting. (April 7-11. 2002). Orlando. FL. 

30. R. L. Mills. J. Dong. J. He. B. Dhandapani, W. Good, A. Voigt, S. Hicks, M. Nansteel, E. 
Dayalan. P. Ray. "Novel Catalytic Reaction of Hydrogen as a Potential New Energy 
Source," Division of Physical Chemistry, Sci-Mix Poster Presentation, 223*^*^ ACS National 
Meeting. (April 7-11. 2002). Orlando, FL. 

29. R. Mills, "BlackLight Power Technology-A New Clean Energy Source with the Potential 
for Direct Conversion to Electricity," The 8 th Annual Emerald Groundhog Day Investment 
Forum, February 5, 2002, Wyndham Franklin Plaza Hotel, Philadelphia, PA, Organized by 
Emerald Asset Management, Lancaster, PA. 

28. R. L. Mills, E. Dayalan, "Novel Alkali and Alkaline Earth Hydrides for High Voltage and 
High Energy Density Batteries." Proceedings of the 17*^ Annual Battery Conference on 
Applications and Advances. California State University. Long Beach. CA, (January 15-18, 
2002), pp. 1-6. 

27. P. Ray. R. Mills, "Spectroscopic identification of a novel catalytic reaction of hydrogen 
plasma." Session ET1: Lighting, American Physical Society Meeting, 54th Annual 
Gaseous Electronics Conference, October 9-12, 2001, Pennsylvania State University, 
State College, PA. 



Declaration of Dr. Randell L. Mills 
Page 21 

26. R. Mills, "Novel catalytic reaction of hydrogen as a potential new energy source," Division 
of Industrial and Engineering Chemistry; Session: Industrial Bio-Based Technology, 
222nd American Chemical Society Fall National Meeting, (August 26-30, 2001), Chicago, 
IL. 

25. R. Mills, "Spectroscopic identification of a novel catalytic reaction of hydrogen," Division 
of Inorganic Chemistry; Session: Catalysis, 222nd American Chemical Society Fall 
National Meeting, (August 26-30, 2001), Chicago, IL. 

24. R. Mills, "Spectroscopic identification of a novel catalytic reaction of hydrogen," Division 
of Physical Chemistry; Session: Physical Chemistry Poster Session, 222nd American 
Chemical Society Fall National Meeting, (August 26-30, 2001), Chicago, IL. 

23. R. Mills, J. He, "Spectroscopic Identification of a Novel Catalytic Reaction of Atomic 
Hydrogen and the Hydride Ion Product," National Hydrogen Association, 12 th Annual 
U.S. Hydrogen Meeting and Exposition, Hydrogen: The Common Thread, The 
Washington Hilton and Towers, Washington DC, (March 6-8, 2001). 

22. R. Mills, B. Dhandapani, M. Nansteel, N. Greenig, S. Hicks, J. Dong, "Optically Measured 
Power Balances of Anomalous Discharges of Mixtures of Argon, Hydrogen, and 
Potassium, Rubidium, Cesium, or Strontium Vapor," National Hydrogen Association, 12 th 
Annual U.S. Hydrogen Meeting and Exposition, Hydrogen: The Common Thread, The 
Washington Hilton and Towers, Washington DC, (March 6-8, 2001). 

21. R. Mills, M. Nansteel, N. Greenig, S. Hicks, "BlackLight Power Technology-A New Clean 
Energy Source with the Potential for Direct Conversion to Electricity," National Hydrogen 
Association, 12th Annual U.S. Hydrogen Meeting and Exposition, Hydrogen: The 
Common Thread, The Washington Hilton and Towers, Washington DC, (March 6-8, 
2001). 

20. R. Mills, B. Dhandapani, M. Nansteel, J. He, A. Voigt, "Identification of Compounds 
Containing Novel Hydride Ions by Nuclear Magnetic Resonance Spectroscopy," National 
Hydrogen Association, 12 th Annual U.S. Hydrogen Meeting and Exposition, Hydrogen: 
The Common Thread, The Washington Hilton and Towers, Washington DC, (March 6-8, 
2001). 

19. R. Mills, "BlackLight Power Technology-A New Clean Energy Source with the Potential 
for Direct Conversion to Electricity," The 8 th Annual Emerald Groundhog Day Investment 
Forum, February 1, 2001, Wyndham Franklin Plaza Hotel, Philadelphia, PA, Organized by 
Emerald Asset Management, Lancaster, PA. 

18. R. Mills, "The Grand Unified Theory of Classical Quantum Mechanics," Global 
Foundation, Inc. Orbis Scientiae entitled The Role of Attractive and Repulsive 



Declaration of Dr. Randell L. Mills 
Page 22 

Gravitational Forces in Cosmic Acceleration of Particles The Origin of the Cosmic 
Gamma Ray Bursts, (29th Conference on High Energy Physics and Cosmology Since 
1964) Dr. Behram N. Kursunoglu, Chairman, December 14-17, 2000, Lago Mar Resort, 
Fort Lauderdale, FL 

17. R. Mills, "BlackLight Power Technology-A New Clean Energy Source with the Potential 
for Direct Conversion to Electricity," Global Foundation, Inc. conference entitled Global 
Warming and Energy Policy, Fort Lauderdale, FL, November 26-28, 2000. 

16. R. Mills, B. Dhandapani, N. Greenig, J. He, J. Dong, Y. Lu, and H. Conrads, "Formation 
of an Energetic Plasma and Novel Hydrides from Incandescently Heated Hydrogen Gas 
with Certain Catalysts," August National ACS Meeting (220th ACS National Meeting, 
Washington, DC, (August 20-24, 2000)). 

15. R. Mills, J. He, and B. Dhandapani, "Novel Alkali and Alkaline Earth Hydrides," August 
National ACS Meeting (220th ACS National Meeting, Washington, DC, (August 20-24, 
2000)). 

14. R. Mills, B. Dhandapani, N. Greenig, J. He, J. Dong, Y. Lu, and H. Conrads, "Formation 
of an Energetic Plasma and Novel Hydrides from Incandescently Heated Hydrogen Gas 
with Certain Catalysts," June ACS Meeting (29th Northeast Regional Meeting, University 
of Connecticut, Storrs, CT, (June 18-21, 2000)). 

13. Mills, J. Dong, N. Greenig, and Y. Lu, "Observation of Extreme Ultraviolet Hydrogen 
Emission from Incandescently Heated Hydrogen Gas with Certain Catalysts," 219 th 
National ACS Meeting, San Francisco, California, (March 26-30, 2000). 

12. R. Mills, B. Dhandapani, N. Greenig, J. He, J. Dong, Y. Lu, and H. Conrads, "Fonnation 
of an Energetic Plasma and Novel Hydrides from Incandescently Heated Hydrogen Gas 
with Certain Catalysts," 219 th National ACS Meeting, San Francisco, California, (March 
26-30, 2000). 

11. R. Mills, "Novel Hydride Compound," 219 th National ACS Meeting, San Francisco, 

California, (March 26-30, 2000). 
10. R. Mills, J. He, and B. Dhandapani, "Novel Alkali and Alkaline Earth Hydrides," 219 th 

National ACS Meeting, San Francisco, California, (March 26-30, 2000). 
9. R. Mills, J. Dong, N. Greenig, and Y. Lu. "Observation of Extreme Ultraviolet Hydrogen 

Emission from Incandescently Heated Hydrogen Gas with Certain Catalysts," National 

Hydrogen Association, 11 th Annual U.S. Hydrogen Meeting, Vienna, VA, (February 29- 

March 2, 2000). 

8. R. Mills, B. Dhandapani, N. Greenig, J. He, J. Dong, Y. Lu, and H. Conrads, "Fomiation of 
an Energetic Plasma and Novel Hydrides from Incandescently Heated Hydrogen Gas with 



Declaration of Dr. Randell L. Mills 
Page 23 

Certain Catalysts," National Hydrogen Association, 11 th Annual U.S. Hydrogen Meeting, 
Vienna, VA, (Febmary 29-March 2, 2000). 

7. R. Mills, "Novel Hydride Compound," National Hydrogen Association, 11 th Annual U.S. 
Hydrogen Meeting, Vienna, VA, (February 29-March 2, 2000). 

6. R. Mills, J. He, and B. Dhandapani, "Novel Alkali and Alkaline Earth Hydrides," National 
Hydrogen Association, 11 th Annual U.S. Hydrogen Meeting, Vienna, VA, (February 29- 
March 2, 2000). 

5. R. Mills, J. Dong, Y. Lu, J. Conrads, "Observation of Extreme Ultraviolet Hydrogen 
Emission from Incandescently Heated Hydrogen Gas with Certain Catalysts," 1999 
Pacific Conference on Chemistry and Spectroscopy and the 35th ACS Western Regional 
Meeting, Ontario Convention Center, California, (October 6-8, 1999). 

4. R. Mills, "Novel Hydride Compound," 1999 Pacific Conference on Chemistry and 
Spectroscopy and the 35th ACS Western Regional Meeting, Ontario Convention Center, 
California, (October 6-8, 1999). 

3. R. Mills, B, Dhandapani, N. Greenig, J. He, "Synthesis and Characterization of Potassium 
lodo Hydride," 1999 Pacific Conference on Chemistry and Spectroscopy and the 35th 
ACS Western Regional Meeting, Ontario Convention Center, California, (October 6-8, 
1999). 

2. R. Mills, J. He, and B. Dhandapani, "Novel Hydrogen Compounds," 1999 Pacific 
Conference on Chemistry and Spectroscopy and the 35th ACS Western Regional 
Meeting, Ontario Convention Center, California, (October 6-8, 1999). 

1. R. Mills, "Excess Heat Production by the Electrolysis of an Aqueous Potassium Carbonate 
Electrolyte," August 1991 meeting of the American Chemical Society, NY, NY. 




Substantial Doppler broadening of atomic-hydrogen lines in DC and capacitively 

coupled RF plasmas 
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The mechanism of extraordinary broadening of the Balmer lines of hydrogen admixed with Ar or 
He as opposed to Xe in a DC glow discharge and a capacitively coupled rf discharge is studied 
over a wide range of pressure and gas compositions. High-resolution optical emission 
spectroscopy is performed parallel to the electrode axis (end-on) and perpendicular to the 
electrode axis (side-on) along with Langmuir probe measurements of plasma density and 
electron temperature for the capacitive discharge case. An excessively broad and symmetric 
(Gaussian) Balmer emission line corresponding to 20-60 eV of hydrogen atom energy is 
observed in Ar/H2and Hc/Ha plasmas when compared to the majority species atom temperatures. 
Energy is transferred selectively to hydrogen atoms whereas the atoms of admixed He and Ar 
gases remain cold (<0.5 eV). In the field acceleration model that has recently been put forth to 
explain the broadening [Cvetanovic et. al. J. App. Phys, Vol. 97, 033302-1, 2005], there is 
neither a preferred ion nor atom and according to this model, one should observe enhanced 
temperature hydrogen and helium atoms in He/H2 discharges where the atomic mass is more 
comparable (4:1). The absence of hot H atoms in Xe/Hj plasmas also challenges the paradigm of 
the field acceleration model since Xe is also a noble gas and electronically similar to He. The 
model of an energetic chemical reaction of hydrogen [Mills et. al IEEE Tram. Plasma ScL, 31, 
p.338, 2003] as the source of broadening can explain the observation that only the selective 
heating of hydrogen atoms in certain plasmas exhibits the selective extraordinary broadening and 
isotropic emission profiles. 



L INTRODUCTION 

Substantial Doppler broadening of hydrogen Balmer lines has been observed in pure 
hydrogen and specific gaseous mixtures of hydrogen with certain heavier atom plasmas produced 
by DC and capacitively coupled 13.56 MHz radio frequency waves [1-17]. This broadening is 
caused by the presence of excited hydrogen atoms. In all these instances, energy is transferred 
selectively to the hydrogen atom whereas the H2 molecules as well as the He and Ar atoms 
remain cold. Historically, most mechanisms proposed for excessive Ha broadening in pure 
hydrogen and mixtures of hydrogen with inert gases [1-14] are explained in terms of energetic 
ions (H"*, Hj and H3 ) that are accelerated in the cathode fall region followed by energy transfer 
to the matrix gas (H and H2) through charge exchange collisions. However, there are variations 
in the proposed theoretical explanations of the mechanisms that provide energy to atomic H and 
cause the observed enhanced blue-shifted H« spectra width that is symmetric with respect to the 
red-shifted portion of the emission profile. It should be noted, however, that none of these 
mechanisms explains the selective transfer of energy to the hydrogen atomic state with the atoms 
of the admixed gases remaining cold (<0.5 eV). 

In a pure hydrogen discharge, the Doppler-broadened profile exhibits the presence of a 
bimodal (or a tri-modal) distribution of neutral species temperatures [14]. The profile consists of 
a central peak that corresponds to slow thermal hydrogen atoms with kinetic energies in the 
range 0.25 to 1 .0 eV. The population of warm H atoms (10-20 eV) is evident in the plateau of the 
Doppler broadened profile along with a population of fast hydrogen atoms (> 40 eV). There is 
general agreement on the mechanisms proposed for the production of slow H (--O.I -1.0 eV) 
atoms in the excited n=3 state through the process of dissociative excitation, 
H^-^e' -^Hl-he" H\n=^3)'^H, and dissociative ionization, 



2 



-f ^ 2e" -^H^ -^H^in- 3) -{-H*, of hydrogen molecules and electron impact excitation 
ofHatoms,// + e' ->e"+//*(w = 3) [1-2]. 

There are significant variations in the literature describing the mechanisms proposed to 
explain the production of hydrogen atoms with energies greater than 20 eV. These were 
originally proposed to be the result of dissociation of ions in vibrationally excited molecular 
ground states [2-3]. Recently, the mechanism of charge exchange between ions accelerated in the 
sheath and neutrals and ion impact on electrodes has been proposed as the source of energetic 
hydrogen atoms in these discharges. In this model, henceforth called the Collisional Model (CM) 
[5 and references therein], sheath accelerated 1 r and H3 ions in a hydrogen plasma are proposed 
to either transfer charge directly to the hydrogen atom or dissociate the H2 molecule followed by 
charge exchange collisions to explain the energy spectrum of hydrogen atoms [1-15]. The 
processes are governed by the following reactions [5-7] where the * indicates excited n=3 atomic 
state: 

(1) 

-^//;„ (2) 
(^;)>s« + ^ 7/3 + //;„ + c//;).w (3) 

Since the particle acceleration due to the electric field is directional, the energy gained by 
a positive ion as it travels towards the cathode will maintain that directionality along with the 
directed energy of the excited hydrogen atom as long as ion-neutral collision rates are small. This 
mechanism can only account for the red portion of the spectrum when viewed optically towards 
the ion accelerating electrode sheath. The observed symmetry in the Gaussian profile of the 
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hydrogen Balmer line is explained in terms of the sputtered fast H atoms and the back-reflected 
fast H atoms from the cathode surface [5], It is argued that this will give rise to a symmetric 
distribution of energetic H atoms leaving the cathode compared to those accelerating tow^ards the 
cathode. 

In the presence of inert gases, the additional process of charge transfer has been proposed 
to explain the symmetric H„ broadening [3,12-13]. The introduction of Ar in a pure Hj plasma 
increases the Balmer line emission intensity that implies that the concentration of excited 
hydrogen atoms in the excited n=3 state is also increased. In addition, the fractional population 
of hot hydrogen atoms obtained from the area under the Gaussian curve implies a concentration 
in excess of 80 percent of the population in the n=3 state. It has been suggested in the above 
articles that energetic Ar* ions dissociate and ionize Hj to form ArH* that enhances the 
population of H*that is proposed as the primary source of atomic hydrogen as shown below 
when Eq. (6) is combined with Eq. (4). 

Ar* +Hj -^ArH* +H (5) 
ArH* +H^-^H; -i-Ar (6) 
The role of metastable argon ions in the enhanced production of H* ions through the 
formation of molecular hydrogen ions has also been emphasized [6]. 

Ar*(3p' 2 ) + -^Ar + H; (7) 

h;+h;->h;+h (8) 

It has been suggested in the above articles that the contribution of these pathways to the 
significant production of H* In Ar/Hj results in an enhanced population of energetic Hr„st atoms 
through the processes described in Eqns. (3-4). 
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However, some of the recent observations [17-26] in DC and capacitively coupled rf 
discharges are in contrast to tiie field acceleration based Collisional Models described earlier. For 
example, it is important to note that, to the best of our search of the scientific literature, no 
experimental obsei-vation has ever been reported, including results in this paper where equally 
energetic atoms of admixed gases have been found even when the plasma is collisional and mass 
ratios are comparable. The energy is transferred selectively only to the hydrogen atom whereas 
the electron energy is less than few eV and admixed gas atoms remain cold (<0.5 cV). It is also 
very intriguing that no hot H atoms are observed when the admixed gas is xenon. In the CM, the 
energy of the hot H atom should be independent of the nature of the background gases except for 
differing collision cross-sections with the background gas. Therefore, it is not possible to readily 
explain the presence of broadening in argon/hydrogen and helium/hydrogen plasmas along with 
the absence of broadening in xenon/hydrogen plasmas using this model. In addition, the 
observation of comparably hot hydrogen atoms in regions outside the plasma sheath requires the 
local creation of energetic H atoms. As discussed later, the rapid thermalization of H atoms with 
the background gas due to short ion-neutral collision mean free paths should also confine fast H 
near the region where it is formed. Therefore, only a process where hot H is produced locally can 
explain the comparable energies of hot H observed well outside the plasma sheath regions. 

It should be noted however, that these observations demonstrate that the source of these 
hot H atoms is a process fully consistent with the Mills' model of energy production known as 
Resonance Transfer Model (RTM) [17-26]. The RTM predicts excessive broadening due to a 
novel energetic chemical reaction of H with certain catalysts involving a two-step energy 
transfer. First, resonant energy transfer occurs from H to a catalyst and then a second radiative 
emission or a resonant energy transfer to another H atom that serves as a third body to take away 
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the remaining reaction energy [19-20]. In this model, it is postulated that the electron in the 
hydrogen atom that undergoes a 'catalytic' reaction that allows decay from the 'conventional* 
ground state (principal quantum number, n=\) to a 'fractional' quantum state (e.g. n=l/2). Since 
the ionization energy of hydrogen is 13.6 eV, two hydrogen atoms can also provide a net 
enthalpy equal to tlie potential energy of the hydrogen atom, 27.2 eV— the necessary resonance 
energy, for a third hydrogen atom to form H (n=l/2). 

In order to clarify the underlying mechanism of hydrogen Balmer alpha broadening in 
hydrogen plasmas and plasmas of hydrogen admixed with noble gases and test the validity of 
field acceleration based Collisional Mode! (CM) [5], a comprehensive experiment that covers a 
wide range of gas pressure and plasma parameters has been performed. A DC glow discharge 
with pin electrodes and a capacitively coupled radio frequency plasma over a wide pressure 
range (three orders of magnitude - 10 mTorr to 10 Torr) along with different gas mixture ratios 
are used to test the ability of the CM to explain the unusual nature of the observed hydrogen 
broadening. As suggested by the CM, the degree of symmetry of the plasma emission profile 
should be a function of the electron-neutral and ion-neutral collision frequency and, therefore, 
should depend on the neutral gas pressure. The CM mandates that observations parallel and 
perpendicular to the electric field lines yield different emission profiles if the collisional 
scattering rate is sufficiently small. The experimental setup allows observations both parallel and 
perpendicular to the electrode axes to test this property. In addition, the presence of hot H atoms 
was examined in regions far away from the high electric field plasma sheath region near the 
electrodes. The CM also implies that the energy of hot H atoms is independent of the nature of 
admixed gases. In contrast, the RTM proposes that the nature of admixed gases will be critical to 
the broadening mechanism that results in the observed hydrogen emission profile. This aspect is 
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tested by mixing different gases with hydrogen and observing broadening in the plasma emission 
profile. In addition to plasma emission spectroscopy, a Langmuir probe is also used to diagnose 
the capacitive discharge plasma. It should be noted here that the experiments were designed and 
parameter regimes were considered primarily to test the field acceleration based Collisional 
Model (CM). In this process, however, the Resonance Transfer Model (RTM) is also tested in 
light of these new observations. 

II. EXPERIMENTAL SYSTEM 

The experimental arrangement of the DC discharge is shown in Figure 1. In this 
configuration, the discharge is created between fine tips of 2% thoriated tungsten electrodes of 
diameter 1/8 inch spaced 2 cm apart inside either a Vi inch or 1 inch diameter quartz tube. Very 
fine electrode tips (Fig. 1) that are tapered over the last V^ inch to a point are used to minimize the 
surface area perpendicular to the face of the electrodes. The high E-field near the sharp electrode 
tip will reduce rapidly as one moves away from it. High-resolution plasma emission 
spectroscopy is performed through an annulus parallel to tlie electrode axis along the electric 
field lines (end-on) and perpendicular to the field lines (side-on). For the end-on observation, 
plasma emission can be sampled looking towards the anode or cathode. For the side-on 
observation, an axial scan of the plasma emission is observed in a region adjacent to the cathode 
rod. Here the cathode tip is located at z=0 cm. The DC plasma setup is placed on an X-Y motion 
table so that an accurate axial measurement can be carried out without changing the position of 
the fiber optic bundle. The discharge pressure is maintained in the range of 10 inTorr to 10 Torr. 
A stabilized negative DC power supply (Kaiser System Inc., Beverly, MA) with voltage and 
current in the range 0-2000 V and 0-500 mA, respectively, is used to create the plasma. A high 
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wattage ballast resistor of 20 kQ is used in series with the power supply to limit the discharge 
current. Once the discharge is created, the glow discharge is maintained with cathode-anode 
voltages of 300-400 volts and results in discharge currents in the range of 10-100 mA depending 
upon the gas pressure, gas flow and discharge configuration. 

The capacitively driven radio frequency plasma system consists of a large cylindrical (14 
cm ID X 36 cm length) quartz plasma chamber with two electrodes (stainless steel plates of 
diameter 8.25 cm) placed 1 cm apart at the center (Figure 2). Radio frequency power (13.56 
MHz, RF Power Products Inc. NJ, Model RF 5, 500 Watts) is coupled to the electrode using a 
commercially available impedance matching network (RF VII Inc., Glassboro, NJ). Radio 
frequency power from the source is fed through the impedance matchbox to the capacitive 
electi-odes using a 1/2-inch diameter steel tube that also facilitates the end-on (parallel to the 
electric field) observation of plasma through holes in the center of the electrodes. One of the 
electrodes is permanently grounded, A common ground is maintained for the grounded electrode, 
rf shield and vacuum system. Two ports in the center of the plasma chamber (Position 2) permit 
side-on observations of plasma emission 90° and 45^ to the electric field. Another side port at the 
same position allows insertion of a Langmuir probe for plasma density and electron temperature 
measurements. Plasma emission far away (15 cm) from the high-field plasma sheath region is 
sampled at Positions 1 and 2. In order to ensure that the plasma emission sampled at positions 1 
and 2 have no contribution from the reflected light, the inside of the rf shield enclosure is made 
non-reflecting. 

A helium leak detector (QualyTest, Model: HLT 260, Pfeiffer Vacuum) is utilized to leak 
test the evacuated plasma chamber. The plasma chamber is maintained with a leak rate below 1 0* 
^ Torr-L/s. Independent mass flow controllers (MKS) were used to introduce UHP grade 
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(99.999%) H2, Ar, He and Xe gases into the plasma chamber through Ultratorr fittings at one 
end. The chamber pressure for all gas compositions is maintained between 10 mTorr and 10 
Torr. An MKS Baratron gauge is used to read the chamber pressure. 

111. DIAGNOSTICS 

A. Plasma Emission Spectroscopy 

Plasma emission from the glow discharge passes through a high-quality UV (200-800 
nm) fiber-optic bundle into a monochromator through a 220F matching fiber adapter that is 
detected either by a photonniltiplier tube (PMT) with a stand-alone power supply of 995 volts or 
by a high quality scientific grade liquid nitrogen cooled CCD arrays. The numerical aperture of 
the fiber optic bundle is 0.12 and the corresponding acceptance angle is 12^. The spectrometer 
utilizes a 1250 mm focal length spectrometer (Jobin Yvon Horiba: Model 1250M Research 
Spectrometer) with a 2400 g/mm grating and a high resolution of ± 0.006 nm. The spectrometer 
is rated for an accuracy of ±0.05 nm and repeatability of ±0.005 nm. The spectrometer was 
scanned through emission profiles of Balmer lines with a step size of 0.01 nm. The entrance and 
exit slits were set at 20 lum. The liquid nitrogen cooled Symphony model CCD detectors are a 
family of array detectors from Jobin Yvon with 16 bit ADC with 20 KHz and 1 MHz read out. A 
back illuminated 2048x512 CCD of 13.5 ^im x 13.5 \xm size provides very high-resolution 
capability. 

The Doppler-broadened line shapes for atomic hydrogen have been used to calculate the 
energy of the atomic hydrogen. The motion of a radiating particle moving towards or away from 
an observer results in a wavelength shift of the emitted line. This broadening is related to the 
random thermal motion of the emitting atoms and for a Maxwellian velocity distribution it 
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depends only on tlie translational (kinetic) temperature. Full half-width, AXq, of the Gaussian 
profile results from the Doppler (AXq) and instrumental (AXi) half-widths are 

+ AXf . The instrumental half-width Mi is 0.006 nm and is negligible. The 
temperature of atomic hydrogen in terms of Doppler (AA,d) half-width is given as [27] 



AXn 7.16x10 



1/2 



nm. 



Here Xo is the line wavelength in nm, T is the temperature in K, and }x is atomic mass number(=l 
for hydrogen). It can be seen that Doppler broadening is more pronounced for lighter elements at 
high temperatures. For high densities >10*Vcc, Doppler broadening competes with Stark 
broadening. In addition, a contribution to the broadened profile may arise from the mass motion 
of the plasma. However, for these glow discharges where the pla*sma density is low (<IO'Vcc), 
the contribution of Stark broadening to the line shape profile can be neglected without loss of 
accuracy. We checked the contribution from the mass motion of the plasma by sampling the 
plasma emission side-on as well as end-on. The absence of line shift shows that the line 
broadening is primarily due to the thermal motion. In each case, the error in the average Doppler 
half-width over 10 scans was about ±5% that is attributed to the fluctuations in the plasma. The 
half-width of the Doppler broadened emission profile was obtained using a multi-Gaussian curve 
fit utilizing the cui-ve fitting software GRAMS from Jobin Yvon Horiba. 

B. Plasma Density Measurement 

In the present work, Langmuir probe (LP) data has been used for obtaining the bulk 
plasma density and bulk electron temperature in the capacitive discharge [28-29]. The cylindrical 
Langmuir probe is a tungsten tip of radius 1 mm and length 5 mm enclosed in an alumina tube. 
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The LP is placed between the electrodes at position 2 where most of the plasma heating occurs. 
In order to characterize the capacitively coupled radio frequency plasma, an rf compensated LP 
is utilized that allows accurate measurement of bulk electron temperature. The probe filtering 
does not allow time varying, non-Maxwellian properties of the electron energy distribution to be 
readily observed. Thus, the possible presence of a small population of hot electrons (Ee > 20 eV) 
in such low-density capacitive discharges at gas pressures above 10 mTorr is not considered in 
this paper. Data acquisition software written in Lab View is used for automatic transfer from the 
oscilloscope to the computer. The entire LP data analysis in the present work was undertaken 
using an interactive graphics based software package developed in MatLab. 

IV. EXPERIMENTAL RESULTS 
A. DC Discharge 

The axial profile of the Balmer Ha line (near 656.3 nm) observed perpendicular (side-on) 
and parallel to the electrode axis (end-on) looking towards anode as well as cathode is obtained 
for 1 Torr of Ar/Hj (95/5%), He /H2 (95/5%), and Xe/H2 (95/5%) 300-400 V DC plasmas 
produced between fine tipped electrodes spaced 2 cm apart. The DC discharge is produced over a 
wide pressure range (and ion mean free path) of 10 mTorr- 10 Torr. Significant broadening was 
observed for Ar/H2 and He/H2 plasmas whereas no broadening was observed for Xe/H2 plasmas. 

Axial profiles of the Ha line for side-on as well as for end-on observations for I Torr 
argon mixed with 5% hydrogen plasma are shown in Fig. 3 and Fig. 4, respectively. The 
emission profile is isotropic and symmetric. The axial scan is performed parallel to the cathode 
pin axis with the tip located at z=0. The fiber optic cable entrance aperture is placed 
perpendicular to the surface of the quartz tube. The sampled plasma volume with an acceptance 
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angle of 12^ for I inch and inch diameter tubes is 30 mm^ and 4 mm\ respectively. The Ha 
line profiles clearly exhibit a two-component Doppfer-broadened profile corresponding to two 
populations of hydrogen atoms. The central narrow part corresponds to slow hydrogen atoms 
with temperatures in the range of 0.4-0.5 eV. The broad component of the profile corresponds to 
fast hydrogen atoms with an average temperature of 40 eV. The fractional concentration of the 
slow part as obtained by curve fitting is 20-25% and the fast hydrogen component corresponds to 
80-75 % indicating that the production of fast hydrogen atoms is substantial. Similar emission 
profiles are obtained for He/H2 plasmas where the fast hydrogen atoms have temperatures in the 
range of 30-40 eV. In contrast, only the slow component (-^.5 eV) of the hydrogen population is 
observed for Xe/H2 plasmas (Fig. 5). The axial temperature and population profiles of both fast 
and slow hydrogen atoms corresponding to the emission profiles in Fig.3 are shown in Fig. 6. It 
can also be seen from Figs. 3 and 6 that the average width of the two Gaussians of the Doppler 
broadened profile and hence the average temperature does not change appreciably along the axis. 
Even though the potential drops primarily near the cathode tip, the population of fast hydrogen 
atoms (area under the curve) peaks at a distance 2 cm away from the cathode tip. Moreover, the 
population of fast hydrogen atoms as a fraction of the total population is a minimum (82%) at the 
cathode tip (2=0) and it increases to 94% at z = 2 cm and remains nearly unifomi up to z == 8 cm 
(Fig. 6). It is noted that the intensity and corresponding plasma density decreases away from the 
cathode tip (Fig. 3) although the hot hydrogen component increases. 

Figure 7 shows the normalized emission profile for an end-on observation in Ar/H2 and 
He/H2 plasmas looking towards the anode. A similar symmetrical emission profile is also 
obtained when the emission is sampled looking towards the cathode. Reflection of field- 
accelerated ions in equal measure to the accelerated direction is required by the CM to explain 
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the absence of either a predominant red or blue wing in the emission profile for the end-on 
observation. Furthermore, the symmetrical profile cannot be explained by the gas matrix 
collision effect as no change in the normalized profile symmetry is observed as the gas pressure 
is varied from 10 mTorr to 10 Torr resulting in a variation of electron-neutral collision frequency 
by three orders of magnitude (Fig. 8). 

The average thermal energy of hot hydrogen atoms as catalytic (Ar, He) and non-catalytic 
(Xe) gases are added to a 100 mTorr hydrogen plasma DC discharge is shown in Fig. 9. As the 
fractional concentration of tlie catalyst gas is increased, the thermal energy of hot hydrogen 
atoms increases. In contrast, the hot H atom thermal energy decreases sharply with increasing Xe 
concentration. The absence of Ha broadening with a non-catalyst such as Xe cannot be explained 
on the basis of the collisional model since the acceleration mechanism should be independent of 
the ion mass. 

In addition, the transfer of energy from the electric field in these admixed plasmas is 
selectively to hydrogen atoms. Since the mass ratio of He to atomic hydrogen is 4:1, especially 
for highly collisional plasmas at higher gas pressures, it is expected from the Collisional Model 
[5] that a correspondingly energetic concentration of helium atoms (Doppler broadened profile) 
will be present. The Doppler half-width of the 667.82 nm He 1 line as shown in Fig. 10 is 0.012 
nm and it can be accurately resolved by the high-resolution spectrometer with an instrumental 
half-width of only 0.006 nm. The He atoms' average thermal energy corresponding to a 0.012 
nm Doppler half-width is 0.2 eV. No change in Doppler broadening of the 667,82 nm He 1 line 
was observed for all pressure and composition ranges studied in these experiments. The absence 
of hot helium atoms in He/H2 plasmas where the hydrogen atoms have 30-40 eV energies also 
contradicts the Collisional Model because the atomic mass ratios are comparable (4: 1 ). 
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B. Capacitively Coupled RF Discharge 

The capacitively coupled radio frequency discharge is characterized using Langmuir 
probe (LP) and plasma emission spectroscopy diagnostics. The LP is employed to measure 
electron bulk plasma density (nc) and electron temperature (Tc) and to determine if a bulk 
population of high temperature (>5 eV) electrons, not detectable by spectroscopic techniques, 
exists in our capacitively coupled RF plasmas. A side port at position 2 (Fig. 2) allows the 
insertion of the LP between the rf electrodes. The on-axis LP measurements are summarized in 
Table I for different noble gases admixed with 10% hydrogen at constant pressure of 100 mTorr. 
The coupled radio frequency power is maintained constant at 100 W for all the cases. In general, 
a low-density plasma (-10*^ cm*^) with bulk electron temperatures of 2-3 eV is observed for all 
plasma conditions. There is a slight drop (-1 5-20%) in nc as well as in T^ as hydrogen is added to 
the pure noble gas plasmas. It should be noted, however, that we did not observe any high- 
energy (>5 eV) electron population obtained from the LP measurements. A single temperature 
bulk electron population characterizes these plasmas. The absence of higher-energy electrons in 
the higher-field regions between the electrode plates implies that there also are no fast electrons 
in low field regions far away from the electrodes. 

Plasma emission from capacitively coupled rf discharges varied over a wide pressure 
range is sampled perpendicular to the electric field between the large disc electrodes (Position 2 
in Fig. 2) and along the electric field through the 1 cm holes in the electrode plates (end-on). In 
addition, observations are also made at locations far way from the electrode plates (Positions 1 
and 3 in Fig. 2). Isotropic and symmetric Ha line profiles are observed for all three locations, 
independent of the observation angle relative to the electric field direction. The line profile also 
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remains symmetric as the gas pressure is varied over a wide range from 10 mTorr to 10 Torr. 
Line broadening is observed only for Ar/H2 and He/Hj plasmas and there is no broadening in 
comparable control mixtures of Xe/H2. The energy of the hot H atoms increases with increasing 
concentration of Ar and He gases whereas it decreases with Xe concentration. For the Ar/H2 and 
He/H2 plasmas the energy is selectively transferred to hydrogen atoms. In addition, the 
temperature of fast H atoms is quite uniform throughout the plasma chamber. 

The average thermal energy of hot hydrogen atoms as a function of Ar, He and Xe 
concentrations [H2(x seem); Ar, He, Xe (y==l-x seem)] is shown in Fig. 1 K A pure hydrogen 
plasma at 1 50 mTorr with a 20 seem flow rate is produced at a coupled rf power level of 200 W. 
The corresponding thermal energy of the fast hydrogen atoms in this hydrogen plasma is - 13-15 
eV. Noble gases are introduced into the plasma chamber and the total chamber pressure and flow 
rate are maintained at 1 50 mTorr and 20 seem, respectively, by adjusting the hydrogen and noble 
gas flow rates. As shown in Fig. 1 1, the average thermal energy of the hydrogen atom, obtained 
from symmetric emission profiles, increases from -13-15 eV to 25-30 eV as the Ar and He 
fraction is increased. In contrast, the average energy of the hydrogen atom decreases with 
increasing concentration of Xe. 

Figures 12 and 13 show the energy and fractional population of fast hydrogen atoms in 
Ar/H2 (95/5%) plasmas as the chamber pressure is varied from 10 mTorr to 10 Torr. Plasma 
emission is sampled perpendicular to the field between the electrodes and along the field lines 
through holes in the powered and grounded electrodes. As shown in the figures, the fast 
hydrogen energy (20-25 eV) and their fractional population (70-80%) in n=3 states remains 
nearly constant as the gas pressure is varied over three orders of magnitude. Very similar profiles 
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of fast hydrogen energy (Fig. 14) and fractional population (Fig. 15) as a function of pressure are 
obtained for (95/5%) He/H2 plasmas. 

The presence of hot hydrogen far away from the high field sheath region is in 
contradiction with the Collisional Model. The plasma emission is sampled at Position 1 and 
Position 3 (Fig. 2) and angular variation is obtained by rotating the optical probe. The reference 
is normal to the chamber axis and as the observation angle is varied, plasma emission far away 
(- 6 cm) from the electrode region is sampled. As shown in Fig. 16, there is a very small 
influence of the tilt angle on the hot hydrogen energy for both Ar/lh and He/H2 plasmas. It 
should be noted here that the symmetry of the emission profile is independent of the angle of 
observation. 

V DISCUSSION 

The observations and implications resulting from this study contradict the Collisional 
Model [5] where excessive Ha broadening in pure hydrogen and mixtures of hydrogen with noble 
gases is explained primarily in terms of energetic ions (H", and H3 ) accelerated in the 
cathode fall region followed by energy transfer to the matrix gas (H and H2) through charge 
exchange collisions. The character of atomic hydrogen broadening, namely the fast component 
temperature and the fractional population of the fast hydrogen atoms is quite different for 
different gas mixtures. In all variations of the collisional model [5], one consistent aspect is that 
the energy required for selective heating of the hydrogen atoms in plasmas consisting of 
hydrogen and hydrogen admixed with other gases is locally absorbed by ions from the electric 
field in the cathode fall region. In the CM at low pressures and collisionality, the emission profile 
should be dependent on the observation angle relative to the electric field direction. In order to 
explain the observed symmetiy in the emission profile, they have argued that sputtered fast H 
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atoms and the back-reflected fast H atoms from the cathode surface give rise to fast H 
concentrations leaving the cathode in the same abundance as that moving towards the cathode. 

We summarize the significant results of our experimental observations that are 
inconsistent with the field acceleration based Collisional Model [5]: 1) Hot hydrogen atoms are 
observed only for pure hydrogen and specific mixtures such as Ar/H2 and He/H2 plasmas 
whereas no hot H atoms are found when hydrogen is admixed with electronically similar Xe 
[36]. 2) In the Ar/H2 and He/H2 cases, energy is transferred selectively to hydrogen atoms where 
molecular hydrogen and tlie admixed gas atoms remain colder (<0,5 eV). 3) The population of 
neutral H atoms is much hotter (15-40 eV) than any of the charged species (Tc - 2-3 eV in 
capacitive discharge). 4) The emission profile is symmetric over a wide pressure and mean free 
path range (three orders of magnitude) and is independent of the observation angle relative to the 
electric field direction. 5) Comparably hot hydrogen atoms are observed in field-free regions far 
away (up to 15 cm) from the high-field sheath region. In the following sections we discuss the 
inconsistency of the field acceleration based Collisional Model to account for these results and 
demonstrate that the Resonance Transfer Model is consistent with these observations. 

Let us consider the presence of hot hydrogen atoms that occur only for pure hydrogen 
and hydrogen admixed with Ar and He plasmas and the absence of hot hydrogen atoms in 
electronically similar Xe/H2 plasmas for the entire pressure range from 10 mTorr to 10 Torr. In 
the field acceleration based Collisional Model, the energy of hot hydrogen atoms should be 
independent of the nature of the electronically similar background gas except for differing 
collision cross sections of their ions with H. In order to test the collisional effect of background 
gases, we consider the cross section data for Balmer alpha and beta line emission from H and H"*^ 
impact reactions on hydrogen (H2) and our other reacting gases [31-36]. It should be noted that 
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cross-section data for low energy (< 100 eV) H and H"*" impact on all three reacting gases 
considered in this paper are not available. Therefore, Ha emission cross-sections from the impact 
of 1 00 eV H atoms on noble gas targets H + X{X = Ar, He, Xe) -> are considered. These are 
7x10**^ cm^ 2x10''^ cm^ and 5x10**^ cm^ for Ar, He, and Xe, respectively, [31,33,35]. 
Similarly, the H„ emission cross-sections from 100 eV H"*^ impact H"" X{X ^ Ar.Xe) -> //^, 
are 2x10"*^ cm^ and 1x10''^ cm^ for Ar and Xe, respectively [32,36]. The emission cross-section 
data for JV + He H^ reaction is not available for H"^ energies below 1 .25 keV because of the 
small magnitude of the photon signals [36]. The cross section for H^ -{-He^ H^ collisions at 

H"*" energies of 1 .25 keV is given as 0.6±0.3 x]0"^*^cm^ and it will be much smaller for lower H**" 
energies [36]. 

The CM argues that ions will travel and.be accelerated over longer distances and gain 
more energy before interacting with the target gas if the cross-section of H"** impact on the target 
gas is smaller. As a result, increasingly energetic ions and, tlierefore via charge exchange, 
more energetic H atoms should be obsei-ved when the target gas is changed from Xe to Ar to He. 
Hence, following these arguments, we should observe the most energetic H atoms in the 
presence of He gas at low pressure. In addition, the Ha emission intensity should be similar for 
both He and Xe since the H impact cross-sections on He and Xe are similar. However, we 
observe H atoms of comparable energy (30-40 eV in the DC discharge and 20-25 eV in the 
capacitive discharge) with either He or Ar as the background gas whereas the H atom energies 
are only 1-2 eV with Xe. The Ha line intensity is also sharply reduced in Xe/H2 discharges 
indicating low atomic hydrogen concentrations in non-RT plasmas. It can be concluded, 
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therefore, that the collisional model fails to explain the absence of fast H in Xe/H2 discharges in 
contrast to its presence in Ar/H2 and He/H2 discharges. 

These observations are consistent with the RTM which mandates that hot hydrogen atoms 
will be observed in Resonance Transfer (RT) plasmas where an ion is present that can provide a 
net enthalpy of reaction of an integer multiple of the potential energy of atomic hydrogen. Hence 
He^ and Ar"^ can act as ^catalysts' for the process since the electron ionization energies are an 
integral multiple of 27.2 eV [24]. Furthermore, as predicted by the RTM, Xe species are 
incapable of acting as catalysts since the ionization energy for Xe is not an integral multiple of 
27.2 eV. As a result we do not observe hot hydrogen atoms in Xe/H2 plasmas. In addition, the 
atomic hydrogen concentrations in non-RT plasmas are also low as evidenced by the emission 
line intensity. 

We now consider the observation that the energy is transferred selectively primarily to 
hydrogen atoms (15-40 eV) whereas the atoms of admixed gases remain cold (<0.5 eV). In the 
Collisional Model there are neither preferred ions nor atoms and, therefore, one should observe 
correspondingly hot atoms of the admixed gases along with the hot hydrogen atoms. To our 
knowledge, no measurement has ever been made where equally hot atoms of admixed gases have 
been found. In collision dominated plasmas at higher gas pressures where an ion is bound to 
suffer many collisions with the background gas as it moves towards the cathode and where the 
mass ratios of the constituent gases are comparable, the presence of correspondingly hot atoms 
of admixed gases is inferred from the Collisional Model. Let us consider a He/H2 plasma at 10 
Torr with the electron-neutral collision frequency of 3x10*** s"* [30]. If in gas mixtures where 
only a trace amount of hydrogen (-1%) is added to the helium plasma, plasma hydrogen and 
helium ions will undergo many collisions with the background helium gas as they travel towards 
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cathode. It should be noted that the recombination rate coefficients of helium and hydrogen ions 
with energy in the range ^ 20-30 eV is given by the reaction He* +e-> He and +e -> // . 
The two-body recombination rates for these two processes are comparable (ac=10"*^ cmVs) [37- 
38], Therefore, the survival probability of both He"*" and H"*" ions as they travel towards the 
cathode is comparable. It should be noted, however, that with an atomic mass ratio of 4:1 in 
helium-atomic hydrogen plasmas, we observe hydrogen atoms with average energies of 30-40 
eV whereas helium atoms are cold and have energies less than 0.5 eV (Fig. 10). In contrast, this 
selective transfer of energy to hydrogen atoms even though other comparable mass ratio ions are 
present is a cornerstone of the RTM prediction. 

As shown in Fig. 16, there is a significant presence of comparably hot hydrogen atoms 
far away from the high-field plasma sheath regions where most of the potential variation occurs. 
It is well known that outside the sheath region, where the plasma is largely quasi-neutral, the 
plasma potential variation is very small. Therefore, in a field free region, the field acceleration 
CM cannot explain the existence of hot hydrogen up to 15 cm from the electrode. In order to 
explain the presence of hot H atoms in low field regions, the modified CM [5] requires the 
presence of fast electrons that produce hot atomic hydrogen with an energy comparable in 
magnitude to that obtained in the high field region where the source of these atoms are 
accelerated ions in the sheath. The measured electron temperature using tlie Langmuir probe 
located between the rf plates, where most of the electron heating takes place, is « 2-3 eV (Table 
1). It is reasonable, therefore, to argue that the bulk of the plasma well away from the electrodes 
region is cold. Moreover, the tail of the electron energy distribution function comprising high- 
energy electrons is not observed in the LP measurements for up to - 70 V applied voltages and is 
definitely negligible in the region far away from the electrodes. Hence, these electrons cannot 
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produce energetic ions that recombine to form H atoms with energies > 15-20 eV. The cross 
sections for resonant charge exchange transfer {^^Jau ^^s/mv ~^ ^^fo^i ^^Lv 
and//ej^^, + He^f,^^^. -> //e^„^., + He^]^^,) can be utilized to estimate the distance traveled by an ion 

produced in the cathode fall region without suffering a charge exchange collision that reduces the 
maximum energy it can obtain. At 20 eV, the resonant charge exchange transfer cross sections 
(aO for Ar and He ions are comparable at 2.2x10'^^ cm^ and 1.5x10"'^ cm^ respectively [39]. 

The mean free path is given as A, = — ^ — cm, where ng, the neutral particle density, is a function 

of gas pressure. At 10 mTorr, tlie mean-free path for charge transfer, X\y is 0.06 cm. Therefore, 
the ions produced in the cathode fall region will not maintain their energy over a distance of 15 
cm without suffering a charge exchange collision in these plasmas [39]. These ions cannot be the 
source of hot H atoms in a region far away from the electrodes. Moreover, the radiative lifetime 
of the hydrogen n=3 state is 10'^ s [15] and with an assumed average velocity of 10^-10'' cm/s 
corresponding to hydrogen energies of 1-100 eV, it can only travel a distance of 0.01-0.1 mm 
before emission and reduced energy. This implies that the observed Ha emission is a result of 
local excitation. The rapid thermal ization of H atoms with the background gas will also localize 
fast H concentrations to the region where it is formed. Therefore, a mechanism that explains the 
localized production of hot H over the larger plasma chamber is required. Mills' hypothesis of a 
catalytic reaction of hydrogen is consistent with the observation of hot H atoms far way from the 
high field region. 

In order to explain the symmetric line emission profile, the CM model mandates the 
presence of a reflector or divertor. In this model a Gaussian distribution is achieved either by the 
scattering of hydrogen atoms by the electrode surface or by collisional excitation of Hf on H2 
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with large angle scattering [6], where Hf represents the hot hydrogen atoms that have previously 
collided with the electrode. This implies that the sputtered fast H atoms and the back-reflected 
fast H atoms from tlie cathode surface are produced in equal measure to produce a symmetric 
profile. This requires an "ideal isotropic reflector*' to reverse the momentum of a positive ion 
gained from the electric field to give rise to fast H leaving the cathode in the same abundance as 
that moving towards the cathode. In addition, according to their model, a "divertor" must also 
exist such that the ratio of fast H at any given energy towards and away from the cathode 
remains equal and this must be the case in all directions including the direction perpendicular to 
the electric field. The interaction of an H atom with a metal surface is quasi-elastic for a large 
range of targets and energies. The particle and energy reflection coefficients for hydrogen atoms 
to be reflected back in the energy range of 20-30 eV are only 50% [40]. Therefore, the 
possibility that backscattered H atoms produced with a comparable distribution to those of the 
incident H atoms with comparable energy distributions so as to yield a symmetric profile is not 
feasible. In addition, it is well known that the effective cross section for many small-angle ion- 
neutral collisions to produce an equivalent deflection is larger than that for single large-angle 
collision [41]. Hence, this argument is not viable as a mechanism to explain the symmetry of the 
plasma emission profile. 

Electron-ion, electron-neutral, and ion-neutral collision frequencies are a complex 
function of not only the gas pressure but also of the energy of the colliding particles. Therefore, 
in order to obtain a better insight into the energy transfer through the collision and charge 
exchange process, an estimate of the collision frequencies at the pressure and energies of interest 
is discussed. For a flux of incident electrons with velocities v colliding with a background neutral 
gas, the collision frequency is given approximately as v^^ = n^av = n^K 3x 10^ x P(Torr)s"' 
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where iig is the neutral number density given by Loschmidt*s number and a is the collision cross- 
section and K is the rate constant [41-42]. At 10 mTorr and 10 Torr, the electron-neutral collision 
frequencies are 3x10^ s'' and 3x10*^ s\ respectively, a variation of three orders of magnitude. 
Therefore at 10 mTorr, the electron-neutral collision frequency is comparable to the rf frequency 
and the electron can travel to the anode in one rf period of 73 ns. The LP measured electron 
temperature is 2-3 eV and the electron can travel a distance of about 8 cm during one rf period 
without suffering collisions with the background neutral gas. Therefore, in low-collision-rate 
plasmas compared to the ion transit time between the electrodes, based on the CM, fast H atoms 
produced by the charge exchange process will continue to move towards the direction of the 
accelerated ions and will yield a predominant red or blue wing in the emission spectrum relative 
to the direction of observation. However, the data presented in this paper arc contrary to the 
prediction of the CM field acceleration mechanism of energy transfer to hydrogen atom. The 
symmetric line profile is independent of the angle of observation. 



VI CONCLUSION 

The mechanism of extraordinary broadening of the hydrogen Balmer lines in hydrogen 
admixed with noble gases has been studied in two different discharge systems over a wide 
parameter range to examine highly collisional and weakly collsional regimes. Experiments were 
performed to test the validity of the field acceleration based Collisional Model. The field 
acceleration based Collisional Models were formulated to explain the energy gained by hydrogen 
atoms in experiments where only hydrogen plasmas and plasmas of hydrogen admixed with 
much heavier noble gases (Ar) were considered. As a result, the selective transfer of energy only 
to the hydrogen atom was not considered while theories were formulated to explain the 
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extraordinary broadening. However, we have found that energy is transferred only to hydrogen 
atoms and not to the admixed gases even when the admixed gas is helium with a mass ratio of 
4:1. It was also realized that this energy transfer is not the same even when the admixed gases 
are electronically similar. For example, hot H atoms are absent when He and Ar are replaced 
with an electronically similar noble gas Xe. The directionality of energy gained according to the 
field acceleration based CM mechanism was tested by using sharp tipped electrodes in a DC 
discharge, thus minimizing the electrode surface area perpendicular to the axis. The plasma 
emission parallel and perpendicular to the electric field lines was sampled over a wide pressure 
range. The Ha line profiles were observed to be symmetric in all cases. As discussed earlier, this 
symmetry can not be explained by the field acceleration based CM model, including its 
variations where it is argued that equally hot H atoms in equal measure are produced by 
backscattering with the cathode surface. 

Moreover, the Collisional Model utilizes the presence of a plasma sheath where most of the 
ions are accelerated and these then transfer energy to hydrogen atoms tlirough the charge 
exchange process. It has been shown in this paper that hot hydrogen atoms are observed far away 
from the cathode fall regions in plasmas. The presence of hot H in a region where the plasma 
potential variation is low and plasma electrons are cold (Te<2 eV), is clearly in contrast to the 
CM. It is concluded that these observations are consistent with the RT-plasma mechanism. 
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TABLE I 



Langmuir probe measurement of plasma density and electron temperature in capacitively 
coupled radio frequency plasmas at 100 mTorr and 100 W coupled rf power. 



Gas 
Composition 


Bulk Plasma 
Density (cm"') 


Bulk Electron 
Temperature (eV) 


Ar 


2-3x10'° 


2.1-2.4 


Ar/10%H2 


5-8x10' 


1.8-2.0 


He 


6-9x10' 


2.5-3.0 


He/10%H2 


3-5x10' 


1.9-2.3 


Xe 


2-5x10'° 


1.7-2.0 


Xe/10%H2 


7-9x10' 


1.7-1.9 



I 

% inch 

2% 'Hioriaicd Tungsten Electrode Tips Sidc-on 




bnu-on 
Viewport 



Fig 1. Schematic of the DC discharge created between the fine tips of 2% thoriated tungsten 
electrodes with the direction of axial scans defined. The cathode tip is taken as z=0 cm for side- 
on observations measured along the axis of the cathode from its tip to its electrical connection. 
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Fig.2: Schematic of the capacitively coupled radio frequency plasma system. Optical emission 
spectroscopy is performed perpendicular to the electric field (Position 2) and parallel to the field 
(end-on observation). 
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Wavelength (nm) 



656.6 



656.8 



. 3. Axial scan of the 656.3 nm Balmer a line width recorded on a 1 Torr><r /H2(95/5%) DC 
plasma discharge with needle-like electrodes at 400 V and 20 mA showing 80% of the 
hydrogen was Miot' with an average hydrogen atom energy of 40 eV, compared to < 0.5 
eV for the slow population. 
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Fig. 4. The 656,3 nm Balmer a line width recorded end-on (parallel to the electric field) on a 1 
Torr Ar /H2 (95/5%) DC plasma discharge with needle-like electrodes at 400 V and 20 
mA. Both views looking towards the cathode as well as the anode show a symmetrical 
emission profile. The temperature of hot hydrogen atoms is in the range of 38-40 eV. 
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. 5. Axial scan of the 656.3 nm Balmer a line width recorded on a 1 Torr Ae /Hz (95/5%) DC 
plasma discharge with needle-like electrodes at 400 V and 20 mA showing only a cold 
population of <1 cV with a decrease in intensity along the cathode due to a decrease in 
electron density and energy. 
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Fig. 6. Axial plots of hot hydrogen atoms temperature and population (given by area under the 
curve) corresponding to the spectrum in Figure. 3. A hot hydrogen population is present 
even at a distance of 8 cm away from the cathode tip where most of the potential falls. 
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Fig. 7 Normalized end-on emission spectrum of 1 Torr Ar/5%H2 and He/5%H2 plasma looking 
towards the anode. Note the symmetrical emission profile. 
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Fig. 8 Normalized end-on emission spectrum of Ar/5%H2 plasma looking towards cathode as the 
gas pressure is varied over three-orders-of magnitude from 10 mTorr to 10 Torr. Note the 
symmetrical emission profile. 
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Fig.9 Energy of hot hydrogen atoms as a function of fractional concentration of admixed gases in 
a DC discharge at 100 mTorr. Note the increase in the energy of hot H as Ar and He 
concentration increases and decrease in energy with the addition of Xe. 
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Fig. 10 

Fig. 10 The 667.816 nm He 1 line width for 1 Torr He/H^ (95/5%) at 400 V and 20 mA . 
broadening was observed. 



He I 



40 




0.0 0.1 0.2 0.3 0.4 0.5 0.6 0.7 0.8 0.9 1.0 
Flow Rale (Fraclional) 



Fig.l 1. Energy of hot hydrogen atom in Ar/Hj, He/Ha and Xe/H2 plasmas as a function of the 
noble gas concentration [HjCx) Ar, He, Xe(y=l^x)] in capacitively coupled rf discharge. The 
plasma chamber is maintained at 150 niTorr with a total flow rate of 20 seem. The coupled rf 
power is 200 Watt. Ha emission is sampled perpendicular to the electric field between the 
capacitive plates. 
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Fig. 12: Hot hydrogen atom temperature for capacitively coupled Ar/H2 discharge at different 
gas pressures. Observations are made perpendicular to the field between the electrodes 
and parallel to the field lines through holes in both powered and grounded electrodes. 
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Fig. 13. Fractional population of hot hydrogen atoms in n=3 excited state in a capacitively 
coupled Ar/hh discharge at different gas pressures. 
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Fig. 14. Hot hydrogen atom energy in a capacitively coupled He/H2 discharge at different gas 
pressures. 
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Fig. 15. Fractional population of hot hydrogen atoms (n=3 state) in a capacitively coupled He/l b 
discharge at different gas pressures. 
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Fig. 16. Angular variation of Doppler energy of hot hydrogen atom in a capacitively coupled 
radio frequency discharge at 150 mTorr 50%Ar/50%I-l2 and 50%He/50%H2 plasma at 
200 W. Plasma emission is sampled at Position 1 (Fig. a) and Position 3 (Fig. b) far away 
from the region of high field in plasma sheath. Reference is normal to the chamber axis. 
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